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Figure 2(A)
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Figure 2(D)
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Figure 3(A)
Figure 3(B)

L W I I N i I I i N N N I i

T e e e e e P R e e P e e T R S S R e . . R e e L . = e . R e E e g R e e P e e e S e . R L .y
Al A - NN N N A A A A A A A A A A A A A N o o A A A A A A A A N ol A A A A A A N WA A AN N N M N N M
:H"HHH"HH:HK ’ x’"HH:":H:H:":H:H:":":H:":H:H:":":H:":":H:":H:H:":":H:":H:H:":":H:":":H:":H:H:":":H:":":H:":H:H:":":H:":H:H:":":H:":":H:":H:H:":"; ‘:":H:":"HH:":":H:":"HH:":":H:?‘&. ' :‘H:":":H:":":H:":":H:":":H:H:":H:":":H:":":H:":":H:":":H:":":H:":":H:":":H:":":H:":":H:":":H:":":H:":":H:":h
CA A A A A e A A AL A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A R I O I U I O 0 O O I U O O 0 I W S
MM M N MM - WM N N N N N M M MM M N M N N M M MM MM NN N M M MMM M N NN NN M KM NN KN NN M KM MM MM N NN NN KKK K M M M N A A M M M M M W N M A MM MM MM N M M MM MM MM N M MM MM M N NN NN MMM MM NN NN M KM MMM NN N NN NN N K
AL A M NN - AL o A N N M A A AN M N N A A A A A A N A A A A M N A A A A A N N A A N A A WA A A A N N M N M A A A A A AN M N N M A A A A N N M A A A N N N A A A A A N M A A A A N N A N NN
B N N R N R R N N N R N R R
EE R R EEEEEEEEEEEEEEEEELEEEEELEEERLEREREEERREERERIEBER BRI~ BB ;R ;BB BB | L EEEEREEEEEEEEEEELEERLRERLEEEREERLERERERLERLEEELEREERLER~RER~REERERREREB BB~ BB BB BB §;§ B3
MM N N NN NN NN NN N NN NN NN N NN NN N NN NN NN NN N KN K NN NN NN NN N NN NN NN N NN NN NN NN NN N NN NNN N MM M M NN NN NN N NN MM N M N NN NN NN NN NN NN NN NN NN NN NN NN N NN NN NN N NN NN NN NN NN NN NN NN N
Lol A A A A N N N A A A A A A A N A N A A A A A A A A N A N A A A A A A N N N A A A A A A A N N A A A A A A N N N A A A A A A WA A A A N N NN M A A A A A AN N N N A A A A A AN N N N N A A A A A A N N N N A A A A A A A N A N N A A A A A A N N N A A A N N A
MM M M M M M M N N N N M M MMM N NN NN M MM NN NN N M KM MMM M N NN NN M KM MK KN NN M KN NN NN N NN KKK K M M M N A A M M M M M W N M A MM MM MM N M M MM MM MM N M MM MM M N NN NN MMM MM NN NN M KM MMM NN N NN NN N K
E RN NN NN NN NN NN N WA A A A N N M N M A A A A A AN M N N M A A A A N N M A A A N N N A A A A A N M A A A A N N A N NN
b B B N N R N R R N N R N R R
EEEEEEREEEEEEEEEEEEEEEEREEEEEEEEEREERLEEEELEREERLEREREREERERRRERERERERERERER-R~-ER~RERBB ] L EEEEREEEEEEEEEEELEERLRERLEEEREERLERERERLERLEEELEREERLER~RER~REERERREREB BB~ BB BB BB §;§ B3
MM N N NN NN NN NN N NN NN NN N NN NN N NN NN NN NN N KN K NN NN NN NN N NN NN NN N NN NN NN NN NN N NN NNN N MM M M NN NN NN N NN MM N M N NN NN NN NN NN NN NN NN NN NN NN NN N NN NN NN N NN NN NN NN NN NN NN NN N
A o A A A A N N N A A A A A A A N AN A A A A A A N N N A A A A A A N N A A A A A A A N A A A A A A N N N A A A A A A WA A A A N N NN M A A A A A AN N N N A A A A A AN N N N N A A A A A A N N N N A A A A A A A N A N N A A A A A A N N N A A A N N A
MM M M M M M M N N N N M M MMM N NN NN M MM NN NN N M KM MMM M N NN NN M KM MK KN NN M KN NN NN N NN KKK K M M M N A A M M M M M W N M A MM MM MM N M M MM MM MM N M MM MM M N NN NN MMM MM NN NN M KM MMM NN N NN NN N K
EE NN NN NN N WA A A A N N M N M A A A A A AN M N N M A A A A N N M A A A N N N A A A A A N M A A A A N N A N NN
b B B N N R N R R N N R N R R
EE R EEEEEEEEREEEREEEEEEEELEERLEEEEERLEEERLEEREEEREERERELER®REREEERER’ERERER R §~-ER~RE BB | L EEEEREEEEEEEEEEELEERLRERLEEEREERLERERERLERLEEELEREERLER~RER~REERERREREB BB~ BB BB BB §;§ B3
MM N N NN NN NN NN N NN NN NN N NN NN N NN NN NN NN N KN K NN NN NN NN N NN NN NN N NN NN NN NN NN N NN NNN N N M N M N N N N NN NN M NN NN NN N NN NN NN NN NN NN NN NN NN NN N NN NN N N NN NN NN NN NN NN NN NN NN
Lol A A A A N N N A A A A A A A N A N A A A A A A A A N A N A A A A A A N N N A A A A A A A N N A A A A A A N N N A A A A A A WA A A A N N NN M A A A A A AN N N N A A A A A AN N N N N A A A A A A N N N N A A A A A A A N A N N A A A A A A N N N A A A N N A
MM M M M M M M N N N N M M MMM N NN NN M MM NN NN N M KM MMM M N NN NN M KM MK KN NN M KN NN NN N NN KKK K M M M N A A M M M M M W N M A MM MM MM N M M MM MM MM N M MM MM M N NN NN MMM MM NN NN M KM MMM NN N NN NN N K
EE NN NN NN N WA A A A N N M N M A A A A A AN M N N M A A A A N N M A A A N N N A A A A A N M A A A A N N A N NN
b B B N N R N R R N N R N R R
EE R EEEEEEEEREEEREEEEEEEELEERLEEEEERLEEERLEEREEEREERERELER®REREEERER’ERERER R §~-ER~RE BB | L EEEEREEEEEEEEEEELEERLRERLEEEREERLERERERLERLEEELEREERLER~RER~REERERREREB BB~ BB BB BB §;§ B3
MM N N NN NN NN NN N NN NN NN N NN NN N NN NN NN NN N KN K NN NN NN NN N NN NN NN N NN NN NN NN NN N NN NNN N MM M M NN NN NN N NN MM N M N NN NN NN NN NN NN NN NN NN NN NN NN N NN NN NN N NN NN NN NN NN NN NN NN N
Lol A A A A N N N A A A A A A A N A N A A A A A A A A N A N A A A A A A N N N A A A A A A A N N A A A A A A N N N A A A A A A WA A A A N N NN M A A A A A AN N N N A A A A A AN N N N N A A A A A A N N N N A A A A A A A N A N N A A A A A A N N N A A A N N A
MM M M M M M M N N N N M M MMM N NN NN M MM NN NN N M KM MMM M N NN NN M KM MK KN NN M KN NN NN N NN KKK K M M M N A A M M M M M W N M A MM MM MM N M M MM MM MM N M MM MM M N NN NN MMM MM NN NN M KM MMM NN N NN NN N K
EE NN NN NN N WA A A A N N M N M A A A A A AN M N N M A A A A N N M A A A N N N A A A A A N M A A A A N N A N NN
b B B N N R N R R N N R N R R
EE R EEEEEEEEREEEREEEEEEEELEERLEEEEERLEEERLEEREEEREERERELER®REREEERER’ERERER R §~-ER~RE BB | L EEEEREEEEEEEEEEELEERLRERLEEEREERLERERERLERLEEELEREERLER~RER~REERERREREB BB~ BB BB BB §;§ B3
MM N N NN NN NN NN N NN NN NN N NN NN N NN NN NN NN N KN K NN NN NN NN N NN NN NN N NN NN NN NN NN N NN NNN N MM M M NN NN NN N NN MM N M N NN NN NN NN NN NN NN NN NN NN NN NN N NN NN NN N NN NN NN NN NN NN NN NN N
Lol A A A A N N N A A A A A A A N A N A A A A A A A A N A N A A A A A A N N N A A A A A A A N N A A A A A A N N N A A A A A A WA A A A N N NN M A A A A A AN N N N A A A A A AN N N N N A A A A A A N N N N A A A A A A A N A N N A A A A A A N N N A A A N N A
MM M M M M M M N N N N M M MMM N NN NN M MM NN NN N M KM MMM M N NN NN M KM MK KN NN M KN NN NN N NN KKK K MM M M N A A MM M M M W N M A MM M N MM N M M MM MM NN N M MM MM M N NN NN MMM MM NN NN M KM MMM M NN NN NN NN K
EE NN NN NN N WA A A A N N M N M A A A A A AN M N N M A A A A N N M A A A A N N MY A A A A A M A A A A N N A N NN
b B B N N R N R R N N R R L N R
EE R EEEEEEEEREEEREEEEEEEELEERLEEEEERLEEERLEEREEEREERERELER®REREEERER’ERERER R §~-ER~RE BB | WA A A A AN N M N Al A A A M M M A ol ol A A A A N M ol Al ol A A A - e Al A A A A Al Al ol Al A A M Nl A N NN
MM N N NN NN NN NN N NN NN NN N NN NN N NN NN NN NN N KN K NN NN NN NN N NN NN NN N NN NN NN NN NN N NN NNN N N M N N M NN NN N NN M NN NN NN N NN KN NN NN NN N NN K N o A M N NN N N M NN NN N NN NN NN NN KN NN
Lo A A A A N N N A N A A A A A N A N A N A A A A A A A A N A A A A A A A N A N N A A A A A A A N A N A A A A A A A N N A A A A A NN WA A A A N N NN M A A A A A AN N N N A A A A A A A N N NN A A A A A AR N AR A A A A A N A N N A A A A A A N N N A A A A A AN N A
MM M M M M M M N N N N M M MMM N NN NN M MM NN NN N M KM MMM M N NN NN M KM MK KN NN M KN NN NN N NN KKK K E N N N N N N N N N N T N N NN N
E RN NN NN NN NN NN N WA A A A N N M N M A A A A N N M N N A A A A N M N N A A A N N N N gyt L AL A N A A ol A A A N N M M A A A N N M N
b B B N N R N R R N N R N R N
R EEEREEEREEREEEREEEREEELEEREELEEEREERERLEERERLREEEEEREELBE®BEERRLEREERERR~-ER~RER R~ BB BB R LR NN NN RN RN NN NN
MM N N NN NN NN NN N NN NN NN N NN NN N NN NN NN NN N KN K NN NN NN NN N NN NN NN N NN NN NN NN NN N NN NNN N MM M M NN NN NN N NN M NN NN NN N NN NN NN NN N NN NN N NN NN E NN NN NN NN NN NN NN NN NN NN NN NN NN NN
Lo A A A A N N N A N A A A A A N A N A N A A A A A A A A N A A A A A A A N A N N A A A A A A A N A N A A A A A A A N N A A A A A NN WA A A A N N NN M A A A A A AN N N N A A A A A A A N N N A A A A A A A A MM MM e A A A A A N A N N N A A A A A AN N N N A A A A A A N N A
MM M M M M M M N N N N M M MMM N NN NN M MM NN NN N M KM MMM M N NN NN M KM MK KN NN M KN NN NN N NN KKK K E N N N N N N R N N R I N N N NN N
E RN NN NN NN NN NN N WA A A A N N M N M A A A A A AN M N N M A A A A N N M A A AN e e A A A A N N M A A A A N N N A A N NN
b B B N N R N R R R N R R B R N
R EEEREEEREEREEEREEEREEELEEREELEEEREERERLEERERLREEEEEREELBE®BEERRLEREERERR~-ER~RER R~ BB BB R L R NN N N NN R NN N RN RN NN NN
MM N N NN NN NN NN N NN NN NN N NN NN N NN NN NN NN N KN K NN NN NN NN N NN NN NN N NN NN NN NN NN N NN NNN N MM M M NN NN NN N NN MM N M N NN NN NN NN NN NN NN NN NN NN NN NN N NN NN NN N NN NN NN NN NN NN NN NN N
Lo A A A A N N N A N A A A A A N A N A N A A A A A A A A N A A A A A A A N A N N A A A A A A A N A N A A A A A A A N N A A A A A NN WA A A A N N NN N A A A A A A N N N A A A A A A A N N N N A A A A A A A N N N A M A A A A A N A N N A A A A A A N N N A A A N N A
MM M M M M M M N N N N M M MMM N NN NN M MM NN NN N M KM MMM M N NN NN M KM MK KN NN M KN NN NN N NN KKK K E N N N N N N N N N N N NN N N N N N N N
E RN NN NN NN NN NN N WA A A A N N M N M A A A A A AN M N N M A A A N N N M A A A A AN NN A e A A A A A A A M N A A A A N N N A A N NN
b B B N N R N R R R N R B L - N N
R EEEREEEREEREEEREEEREEELEEREELEEEREERERLEERERLREEEEEREELBE®BEERRLEREERERR~-ER~RER R~ BB BB R WA A A A AN N M N Al A A A M M M A ol ol A A A A N Ml Al A AR A e A A A A A A A Ml Al ol Al A A M N N ol A NN
MM N N NN NN NN NN N NN NN NN N NN NN N NN NN NN NN N KN K NN NN NN NN N NN NN NN N NN NN NN NN NN N NN NNN N MM M N NN NN NN N NN M NN M N NN NN NN NN NN NN NN NMY N NN E NN NN NN NN NN N NN NN NN N NN NN NN NN NN
Lo A A A A N N N A N A A A A A N A N A N A A A A A A A A N A A A A A A A N A N N A A A A A A A N A N A A A A A A A N N A A A A A NN WA A A A N N NN N A A A A A AN N N N A A A A A A A N N N N A A A A A A A A N N A A A A A N A N N A A A A A A N N N A A A N N A
MM M M M M M M N N N N M M MMM N NN NN M MM NN NN N M KM MMM M N NN NN M KM MK KN NN M KN NN NN N NN KKK K E N N N N N NN N N N N N N N N N N N NN R
E RN NN NN NN NN NN N WA A A A N N M N M A A A A AN M N N M A A A A N N M A A AN N N N A A A A A A A A A A N N A N NN
b B B N N R N R R R N R R R R N
R EEEREEEREEREEEREEEREEELEEREELEEEREERERLEERERLREEEEEREELBE®BEERRLEREERERR~-ER~RER R~ BB BB R WA A A A AN N M N Al A A A M M M A ol ol A A A A N M ol Al ol A A A M N ol ol A A A A A M ol Al ol Al A A M Nl A N NN
MM N N NN NN NN NN N NN NN NN N NN NN N NN NN NN NN N KN K NN NN NN NN N NN NN NN N NN NN NN NN NN N NN NNN N MM M M NN NN NN N NN M NN M N NN NN NN NN NN NN NN NN NN N - NN NN N NN NN NN N NN NN N NN NN NN NN NN NN
Lol A A A A N N N A N A A A A A A A N A N A A A A A A A A N A A A A A A A A AL N N N A A A A A A A N N A A A A A A N N N A A A A A NN WA A A A N N M N A A A A A A A N N N A A A A A A N N N A A A A A A AN NN NN N | LA A A A A N N N A A A A A A A N N NN A A AN
!_'H_'H_'?!_'H_'H_'R_'H'?E_'H_HH_'H_'?d_HH_'?E_'R_'H'H_'?!H:H:H:":H:H:":H:H:H:H:H:":H:,H_'H_'H_'?!_'H'H'HFH'H'H_'H‘H‘H‘H'HUHF 'l'x'l'x'H:H:H:H:H:H:H:H:H:H:H:H:H:ﬂ:ﬂ:ﬂ:ﬂ:ﬂ:ﬂr ‘_H‘_H‘_H'R‘_H‘_H‘_ _'H‘_?E‘_Hv?!__H‘_R‘_H'H‘_H‘_ ‘_?E E H'HFH'H'HFH'H._R‘_H‘_?E_'H‘_H‘_H _H_' A x"l'x"l'x"l'x'l'?:H:H:H:H:H:H:H:ﬂ:ﬂ:ﬂ:ﬂ:ﬂ:ﬂ:ﬂ:ﬂ:ﬂ:ﬂ:ﬂ:h
., - . . ] ., . ., . . ., . .
UM N M A A AN N M M Al ol A A A N N M A A A A AN N M " Pl ol ol Al A A M M N M A A M N M-
o N NN M N NN N NN KM o M NN M N NN NN M NN KN NN LN Y
A N M M M A A A A A N NN Aon A A A A A N N A M A A A A A N N M L At A A A A N N N A M A A A A N NN -
' oM M MM M N M NN K M KA L N N LB N N Y
A N M A A A N N M M A o A A A N M N M A A A A N N M L Al o o A A A M N N M M M A A N NN N
o K KA K K MK N KKK Mo A KA R K MM KK KK KKK NN LN Y
UM N M N W ol A A M MM Al ol A A A N N M A A A A AN N M Pl ol ol Al A A M M N M A A M N M-
oo N N M N NN N NN KK o M NN M N NN NN M NN KN NN LN Y
A N M M A A A A A NN MM Aon A A A A A N N A M A A A A A N N M At A A A A N N N A M A A A A N NN -
oM M MM M N M N N K M KM L N N LB N N Y
LA N M M M A A A N NN A o A A A N M N M A A A A N N M L] Al o o A A A M N N M M M A A N NN N
o K KA K K MK MK KKK Mo A KA R K MM KK KK KKK NN LN Y
UM N M A A AN N M M Al ol A A A N N M A A A A AN N M " Pl ol ol Al A A M M N M A A M N M-
o N NN M N NN N NN KM o M NN M N NN NN M NN KN NN LN Y
A N M M M A A A A A N NN Aon A A A A A N N A M A A A A A N N M L At A A A A N N N A M A A A A N NN -
oM M MM M N M NN K M KA L N N LB N N Y
A N M A A A N N M M A o A A A N M N M A A A A N N M L Al o o A A A M N N M M M A A N NN N
o E N Mo A KA R K MM KK KK KKK NN LN Y
; Al ol A A A N N M A A A A AN N M " Pl ol ol Al A A M M N M A A M N M-
E N N o M NN M N NN NN M NN KN NN LN Y
Aon A A A A A N N A M A A A A A N N M L At A A A A N N N A M A A A A N NN -
E N MM M A A MM M N N M N N N MM K LB N N Y
E NN N N N N NN N NN L Al o o A A A M N N M M M A A N NN N
N Mo A KA R K MM KK KK KKK NN LN Y
E NN NN N N N NN . " Pl ol ol Al A A M M N M A A M N M-
E N N o M NN M N NN NN M NN KN NN LI LN Y
Aon A A A A A N N A M A A A A A N N M o L At A A A A N N N A M A A A A N NN -
E N MM M A A MM M N N M N N N MM K - e LB N N Y
A o A A A N M N M A A A A N N M . L Al o o A A A M N N M M M A A N NN N
N Mo A KA R K MM KK KK KKK NN L N R N S N R R | LN Y
E N N l‘HHH"H"HHH"HHHHﬂﬂﬂnlnxﬂﬂalnﬂﬂxﬂlnxﬂﬂai ‘I-..I...I-..I-..I...I-..I .I...I - 1"HHH"H"HHH"H"HHH"H"HHH"H"HHH"H"HHH"H:‘
Aon A A A A A N N A M A A A A A N N M 1I-I-IhI-I-IhI-I-IhI-I-IhI-I-IhI- L At A A A A N N N A M A A A A N NN -
E N L N N | LB N N Y
A o A A A N M N M A A A A N N M 1.................. II.I L Al o o A A A M N N M M M A A N NN N
N Mo A KA R K MM KK KK KKK NN - A | || | | || | | || LN Y
Al ol A A A N N M A A A A AN N M LI T. " Pl ol ol Al A A M M N M A A M N M-
E N N o M NN M N NN NN M NN KN NN I................................ LN Y
doa A A A N A N A A A A A N AN NN LI | II | II | L At A A A A N N N A M A A A A N NN -
E N HH?EHR"HH?EHHHHHHHH"HHHHR"HHHHHHHHHHH H] ) - lll:i,_l:h,_l__ _l:i_l:h_l_ ] _l:h p 1"HH?EHH"HH?EHH"HHHHH"HHHHH"HHHHR"HHHHH;
N Mo A KA R K MM KK KK KKK NN L L L L AL LA | LN Y
LR N N NE NN N N N N NN . " Pl ol ol Al A A M M N M A A M N M-
E N N o M NN M N NN NN M NN KN NN - A LN Y
Aon A A A A A N N A M A A A A A N N M L At A A A A N N N A M A A A A N NN -
E N L N N ' LB N N Y
E NN N N N N NN N NN L Al o o A A A M N N M M M A A N NN N
N Mo A KA R K MM KK KK KKK NN LN Y
Al ol A A A N N M A A A A AN N M " Pl ol ol Al A A M M N M A A M N M-
E N N o M NN M N NN NN M NN KN NN LN Y
Aon A A A A A N N A M A A A A A N N M L At A A A A N N N A M A A A A N NN -
E N L N N LB N N Y
A o A A A N M N M A A A A N N M L Al o o A A A M N N M M M A A N NN N
N Mo A KA R K MM KK KK KKK NN LN Y
Al ol A A A N N M A A A A AN N M " Pl ol ol Al A A M M N M A A M N M-
E N N o M NN M N NN NN M NN KN NN LN Y
. Aon A A A A A N N A M A A A A A N N M L At A A A A N N N A M A A A A N NN -
o M A M A M L N N LB N N Y
Ao o A A A A N M M A A A A N N M L Al o o A A A M N N M M M A A N NN N
o K K K e, Mo A KA R K MM KK KK KKK NN LN Y
- Al ol A A A N N M A A A A AN N M " Pl ol ol Al A A M M N M A A M N M-
E N Al o M NN M N NN NN M NN KN NN LN Y
Aon A A A A A N N A M A A A A A N N M L At A A A A N N N A M A A A A N NN -
N N A A - L N N LB N N Y
- A o A A A N M N M A A A A N N M L Al o o A A A M N N M M M A A N NN N
o K K K Al Mo A KA R K MM KK KK KKK NN LN Y
Al ol A A A N N M A A A A AN N M " Pl ol ol Al A A M M N M A A M N M-
E N - o M NN M N NN NN M NN KN NN LN Y
" Aon A A A A A N N A M A A A A A N N M L At A A A A N N N A M A A A A N NN -
N N A A Al L N N LB N N Y
E NN N N N N NN N NN L Al o o A A A M N N M M M A A N NN N
o K K K e, Mo A KA R K MM KK KK KKK NN LN Y
- LR N N NE NN N N N N NN " Pl ol ol Al A A M M N M A A M N M-
E N Al M N M NN M NN NN NN LN Y
LA A A A AN N NN M A A A N N N M L At A A A A N N N A M A A A A N NN -
N N A A - M M M M AN M N NN NN M LB N N Y
- A o A A A N M N M A A A A N N M L Al o o A A A M N N M M M A A N NN N
o K K K Al N N LN Y
- o ol ol ol A A A M N N A oo A A A N N ol A A A AN N M N -
X - o ] x x - o ] - E N N M N M NN M NN NN NN ] x o o o x ] x E N N o o M NN M N NN NN M NN NN NN NN N
R e N S e ey, R B B e e e e N S e St
b B B N N R N R R N N R N R R
R EEEREEEREEREEEREEEREEELEEREELEEEREERERLEERERLREEEEEREELBE®BEERRLEREERERR~-ER~RER R~ BB BB R L EEEEREEEEEEEEEEELEERLRERLEEEREERLERERERLERLEEELEREERLER~RER~REERERREREB BB~ BB BB BB §;§ B3
MM N N NN NN NN NN N NN NN NN N NN NN N NN NN NN NN N KN K NN NN NN NN N NN NN NN N NN NN NN NN NN N NN NNN N MM M M NN NN NN N NN MM N M N NN NN NN NN NN NN NN NN NN NN NN NN N NN NN NN N NN NN NN NN NN NN NN NN N
Lol A A A A N N N A A A A A A A N A N A A A A A A A A N A N A A A A A A N N N A A A A A A A N N A A A A A A N N N A A A A A A WA A A A N N NN M A A A A A AN N N N A A A A A AN N N N N A A A A A A N N N N A A A A A A A N A N N A A A A A A N N N A A A N N A
MM M M M M M M N N N N M M MMM N NN NN M MM NN NN N M KM MMM M N NN NN M KM MK KN NN M KN NN NN N NN KKK K M M M N A A M M M M M W N M A MM MM MM N M M MM MM MM N M MM MM M N NN NN MMM MM NN NN M KM MMM NN N NN NN N K
E RN NN NN NN NN NN N WA A A A N N M N M A A A A A AN M N N M A A A A N N M A A A N N N A A A A A N M A A A A N N A N NN
b B B N N R N R R N N R N R R
EEEEEEREEEEEEEEEEEEEEEEREEEEEEEEEREERLEEEELEREERLEREREREERERRRERERERERERERER-R~-ER~RERBB ] L EEEEREEEEEEEEEEELEERLRERLEEEREERLERERERLERLEEELEREERLER~RER~REERERREREB BB~ BB BB BB §;§ B3
MM N N NN NN NN NN N NN NN NN N NN NN N NN NN NN NN N KN K NN NN NN NN N NN NN NN N NN NN NN NN NN N NN NNN N MM M M NN NN NN N NN MM N M N NN NN NN NN NN NN NN NN NN NN NN NN N NN NN NN N NN NN NN NN NN NN NN NN N
Lo A A A A N N N A N A A A A A N A N A N A A A A A A A A N A A A A A A A N A N N A A A A A A A N A N A A A A A A A N N A A A A A NN WA A A A N N NN M A A A A A AN N N N A A A A A AN N N N N A A A A A A N N N N A A A A A A A N A N N A A A A A A N N N A A A N N A
MM M M M M M M N N N N M M MMM N NN NN M MM NN NN N M KM MMM M N NN NN M KM MK KN NN M KN NN NN N NN KKK K M M M N A A M M M M M W N M A MM MM MM N M M MM MM MM N M MM MM M N NN NN MMM MM NN NN M KM MMM NN N NN NN N K
EE NN NN NN N WA A A A N N M N M A A A A A AN M N N M A A A A N N M A A A N N N A A A A A N M A A A A N N A N NN
N N B R N N R N N N R N R R
R EEEREEEREEREEEREEEREEELEEREELEEEREERERLEERERLREEEEEREELBE®BEERRLEREERERR~-ER~RER R~ BB BB R L EEEEREEEEEEEEEEELEERLRERLEEEREERLERERERLERLEEELEREERLER~RER~REERERREREB BB~ BB BB BB §;§ B3
L M N M N MM N N M NN NN N NN NN N NN NN NN NN NN N NN N NN NN NN NN N NN NN NN NN NN NN NN NN NN NNN MM M M NN NN NN N NN MM N M N NN NN NN NN NN NN NN NN NN NN NN NN N NN NN NN N NN NN NN NN NN NN NN NN N
Lol A A A A N N N A A A A A A A N A N A A A A A A A A N A N A A A A A A N N N A A A A A A A N N A A A A A A N N N A A A A A A WA A A A N N NN M A A A A A AN N N N A A A A A AN N N N N A A A A A A N N N N A A A A A A A N A N N A A A A A A N N N A A A N N A
MM M M M M M M N N N N M M MMM N NN NN M MM NN NN N M KM MMM M N NN NN M KM MK KN NN M KN NN NN N NN KKK K M M M N A A M M M M M W N M A MM MM MM N M M MM MM MM N M MM MM M N NN NN MMM MM NN NN M KM MMM NN N NN NN N K
E RN NN NN NN NN NN N WA A A A N N M N M A A A A A AN M N N M A A A A N N M A A A N N N A A A A A N M A A A A N N A N NN
b B B N N R N R R N N R N R R
EE R EEEEEEEEREEEREEEEEEEELEERLEEEEERLEEERLEEREEEREERERELER®REREEERER’ERERER R §~-ER~RE BB | L EEEEREEEEEEEEEEELEERLRERLEEEREERLERERERLERLEEELEREERLER~RER~REERERREREB BB~ BB BB BB §;§ B3
MM N N NN NN NN NN N NN NN NN N NN NN N NN NN NN NN N KN K NN NN NN NN N NN NN NN N NN NN NN NN NN N NN NNN N MM M M NN NN NN N NN MM N M N NN NN NN NN NN NN NN NN NN NN NN NN N NN NN NN N NN NN NN NN NN NN NN NN N
Lo A A A A N N N A N A A A A A N A N A N A A A A A A A A N A A A A A A A N A N N A A A A A A A N A N A A A A A A A N N A A A A A NN WA A A A N N NN M A A A A A AN N N N A A A A A AN N N N N A A A A A A N N N N A A A A A A A N A N N A A A A A A N N N A A A N N A
MM M M M M M M N N N N M M MMM N NN NN M MM NN NN N M KM MMM M N NN NN M KM MK KN NN M KN NN NN N NN KKK K M M M N A A M M M M M W N M A MM MM MM N M M MM MM MM N M MM MM M N NN NN MMM MM NN NN M KM MMM NN N NN NN N K
EE NN NN NN N WA A A A N N M N M A A A A A AN M N N M A A A A N N M A A A N N N A A A A A N M A A A A N N A N NN
b B B N N R N R R N N R N R R
EEEEEEREEEEEEEEEEEEEEEEREEEEEEEEEREERLEEEELEREERLEREREREERERRRERERERERERERER-R~-ER~RERBB ] L EEEEREEEEEEEEEEELEERLRERLEEEREERLERERERLERLEEELEREERLER~RER~REERERREREB BB~ BB BB BB §;§ B3
MM N N NN NN NN NN N NN NN NN N NN NN N NN NN NN NN N KN K NN NN NN NN N NN NN NN N NN NN NN NN NN N NN NNN N MM M M NN NN NN N NN MM N M N NN NN NN NN NN NN NN NN NN NN NN NN N NN NN NN N NN NN NN NN NN NN NN NN N
Lol A A A A N N N A A A A A A A N A N A A A A A A A A N A N A A A A A A N N N A A A A A A A N N A A A A A A N N N A A A A A A WA A A A N N NN M A A A A A AN N N N A A A A A AN N N N N A A A A A A N N N N A A A A A A A N A N N A A A A A A N N N A A A N N A
MM M M M M M M N N N N M M MMM N NN NN M MM NN NN N M KM MMM M N NN NN M KM MK KN NN M KN NN NN N NN KKK K M M M N A A M M M M M W N M A MM MM MM N M M MM MM MM N M MM MM M N NN NN MMM MM NN NN M KM MMM NN N NN NN N K
EE NN NN NN N WA A A A N N M N M A A A A A AN M N N M A A A A N N M A A A N N N A A A A A N M A A A A N N A N NN
b B B N N R N R R N N R N R R
R EEEREEEREEREEEREEEREEELEEREELEEEREERERLEERERLREEEEEREELBE®BEERRLEREERERR~-ER~RER R~ BB BB R L EEEEREEEEEEEEEEELEERLRERLEEEREERLERERERLERLEEELEREERLER~RER~REERERREREB BB~ BB BB BB §;§ B3
MM N N NN NN NN NN N NN NN NN N NN NN N NN NN NN NN N KN K NN NN NN NN N NN NN NN N NN NN NN NN NN N NN NNN N MM M M NN NN NN N NN MM N M N NN NN NN NN NN NN NN NN NN NN NN NN N NN NN NN N NN NN NN NN NN NN NN NN N
Lo A A A A N N N A N A A A A A N A N A N A A A A A A A A N A A A A A A A N A N N A A A A A A A N A N A A A A A A A N N A A A A A NN WA A A A N N NN M A A A A A AN N N N A A A A A AN N N N N A A A A A A N N N N A A A A A A A N A N N A A A A A A N N N A A A N N A
MM M M M M M M N N N N M M MMM N NN NN M MM NN NN N M KM MMM M N NN NN M KM MK KN NN M KN NN NN N NN KKK K M M M N A A M M M M M W N M A MM MM MM N M M MM MM MM N M MM MM M N NN NN MMM MM NN NN M KM MMM NN N NN NN N K
E RN NN NN NN NN NN N WA A A A N N M N M A A A A A AN M N N M A A A A N N M A A A N N N A A A A A N M A A A A N N A N NN
b B B N N R N R R N N R N R R
EEEEEEREEEEEEEEEEEEEEEEREEEEEEEEEREERLEEEELEREERLEREREREERERRRERERERERERERER-R~-ER~RERBB ] L EEEEREEEEEEEEEEELEERLRERLEEEREERLERERERLERLEEELEREERLER~RER~REERERREREB BB~ BB BB BB §;§ B3
MM N N NN NN NN NN N NN NN NN N NN NN N NN NN NN NN N KN K NN NN NN NN N NN NN NN N NN NN NN NN NN N NN NNN N MM M M NN NN NN N NN MM N M N NN NN NN NN NN NN NN NN NN NN NN NN N NN NN NN N NN NN NN NN NN NN NN NN N
Lo A A A A N N N A N A A A A A N A N A N A A A A A A A A N A A A A A A A N A N N A A A A A A A N A N A A A A A A A N N A A A A A NN WA A A A N N NN M A A A A A AN N N N A A A A A AN N N N N A A A A A A N N N N A A A A A A A N A N N A A A A A A N N N A A A N N A
MM M M M M M M N N N N M M MMM N NN NN M MM NN NN N M KM MMM M N NN NN M KM MK KN NN M KN NN NN N NN KKK K M M M N A A M M M M M W N M A MM MM MM N M M MM MM MM N M MM MM M N NN NN MMM MM NN NN M KM MMM NN N NN NN N K
E RN NN NN NN NN NN N WA A A A N N M N M A A A A A AN M N N M A A A A N N M A A A N N N A A A A A N M A A A A N N A N NN
b B B N N R N R R N N R N R R
R EEEREEEREEREEEREEEREEELEEREELEEEREERERLEERERLREEEEEREELBE®BEERRLEREERERR~-ER~RER R~ BB BB R L EEEEREEEEEEEEEEELEERLRERLEEEREERLERERERLERLEEELEREERLER~RER~REERERREREB BB~ BB BB BB §;§ B3
MM N N NN NN NN NN N NN NN NN N NN NN N NN NN NN NN N KN K NN NN NN NN N NN NN NN N NN NN NN NN NN N NN NNN N MM M M NN NN NN N NN MM N M N NN NN NN NN NN NN NN NN NN NN NN NN N NN NN NN N NN NN NN NN NN NN NN NN N
Lo A A A A N N N A N A A A A A N A N A N A A A A A A A A N A A A A A A A N A N N A A A A A A A N A N A A A A A A A N N A A A A A NN WA A A A N N NN M A A A A A AN N N N A A A A A AN N N N N A A A A A A N N N N A A A A A A A N A N N A A A A A A N N N A A A N N A
MM M M M M M M N N N N M M MMM N NN NN M MM NN NN N M KM MMM M N NN NN M KM MK KN NN M KN NN NN N NN KKK K M M M N A A M M M M M W N M A MM MM MM N M M MM MM MM N M MM MM M N NN NN MMM MM NN NN M KM MMM NN N NN NN N K
E RN NN NN NN NN NN N WA A A A N N M N M A A A A A AN M N N M A A A A N N M A A A N N N A A A A A N M A A A A N N A N NN
b B B N N R N R R N N R N R R
R EEEREEEREEREEEREEEREEELEEREELEEEREERERLEERERLREEEEEREELBE®BEERRLEREERERR~-ER~RER R~ BB BB R L EEEEREEEEEEEEEEELEERLRERLEEEREERLERERERLERLEEELEREERLER~RER~REERERREREB BB~ BB BB BB §;§ B3
MM N N NN NN NN NN N NN NN NN N NN NN N NN NN NN NN N KN K NN NN NN NN N NN NN NN N NN NN NN NN NN N NN NNN N MM M M NN NN NN N NN MM N M N NN NN NN NN NN NN NN NN NN NN NN NN N NN NN NN N NN NN NN NN NN NN NN NN N
Lo A A A A N N N A N A A A A A N A N A N A A A A A A A A N A A A A A A A N A N N A A A A A A A N A N A A A A A A A N N A A A A A NN WA A A A N N NN M A A A A A AN N N N A A A A A AN N N N N A A A A A A N N N N A A A A A A A N A N N A A A A A A N N N A A A N N A
MM M M M M M M N N N N M M MMM N NN NN M MM NN NN N M KM MMM M N NN NN M KM MK KN NN M KN NN NN N NN KKK K M M M N A A M M M M M W N M A MM MM MM N M M MM MM MM N M MM MM M N NN NN MMM MM NN NN M KM MMM NN N NN NN N K
E RN NN NN NN NN NN N WA A A A N N M N M A A A A A AN M N N M A A A A N N M A A A N N N A A A A A N M A A A A N N A N NN
b B B N N R N R R N N R N R N
R EEEREEEREEREEEREEEREEELEEREELEEEREERERLEERERLREEEEEREELBE®BEERRLEREERERR~-ER~RER R~ BB BB R L EEEEREEEEEEEEEEELEERLRERLEEEREERLERERERLERLEEELEREERLER~RER~REERERREREB BB~ BB BB BB §;§ B3
MM N N NN NN NN NN N NN NN NN N NN NN N NN NN NN NN N KN K NN NN NN NN N NN NN NN N NN NN NN NN NN N NN NNN N N M N M N N N N NN NN M NN NN NN N NN NN NN NN NN NN NN NN NN NN N NN NN N N NN NN NN NN NN NN NN NN NN
Lo A A A A N N N A N A A A A A N A N A N A A A A A A A A N A A A A A A A N A N N A A A A A A A N A N A A A A A A A N N A A A A A NN WA A A A N N NN M A A A A A AN N N N A A A A A AN N N N N A A A A A A N N N N A A A A A A A N A N N A A A A A A N N N A A A N N A
MM M M M M M M N N N N M M MMM N NN NN M MM NN NN N M KM MMM M N NN NN M KM MK KN NN M KN NN NN N NN KKK K MM M M N A A M M M N N N M M MM M N NN N M M A M MMM NN N NN MMM M N NN NN M MM MMM N NN NN MMM M N NN NN MK NN
-|.|"-|.|H-|.|"1.-H-|.|H-|.|"-|.|"-|.|H1.-"-|.|H-|.|H1.-"1.-H-|.|H1.-"-|.|"-|.|H-|.|"1.-H-|.|H-|.|"1.-"-|.|H1.-"-|.|"-|.|H1.-"1.-H-|.|H1.-"-|.|"-|.|H1.-"-|.|H1.-H1.-"1.-"-|.|H1.-"-|.|"-|.|H-|.|"1.-H-|.|H-|.|"-|.|"-|.|H1.-"-|.|"-|.|H1.-"1.-H1.-H1.-"-|.|"-|.|H1.-"-|.|H-|.|Hu"y"y"p"y"y"y"-p"y"p"y"-. 'l‘IH‘IHvH‘IH‘IHvH‘IH‘IHvH‘IH‘IHvH‘IH‘IH‘.H‘IH‘IH‘.H‘IH‘IH‘.H‘IH‘IHvH‘IH‘IHvH‘IH‘IHvH‘IH‘IH‘.H‘IH‘IH‘.H‘IH‘IH‘.H‘IH‘IHvH‘IH‘IHvH‘IH‘IHvH‘IH‘IH‘.H‘IH‘IH‘.H‘IH‘IH‘.H‘IHvﬂvﬂvﬂvﬂvﬂvﬂvﬂvﬂvﬂvﬂvﬂvﬁ



94N 814 {7 9iN314

T T T T T T T T T
0 l-.-l-.-l-lll-.-lll-l-l-.-.-lll-.-ll.-l-lll-.-lll-.-l-.-.-lll-.-lll-l-l-l-.-lll-.-ll.-l-lll-.-lll-.-l-l-.-lll-.-lll-l-lll-. 0 0 - 0 0 - 0 0 - 0 0 - 0 0 - 0 0 - 0 0 - 0 0 - 0 0 - 0 0 - 0 0 - 0 0 - 0 0 - 0 0 - 0 0 - 0 0 - 0 0 - 0 0 - 0 0 - 0 0 - 0 0 - 0 0 -
] L A T T T T T -

US 10,351,727 B2

'
= Pl e -
. . . . . . . . -

m D R R L T T T b+ ]
B - r n

- A k A
= o 5

- b & ) A
- . L L]

. e Al \ . » -
= ol el il il k ] AN o

- oA A A M N A AN ] . k A
w EFFFEFEEFEFEFEFESX X X N L L]

- E_KERENENKERENENERRNREIRNERST N M . ) A
= xR R e L]

] o ! [3 l
B - ] n

- * A
= 5

- b & ) A
L - l.‘. L] ! N

" r r r
- v » x

- A k F A
B - o 5 2

- b & ) i A
- . L L] o

- b & b ] A
r v n '

- E, o . b
= o

] Al . a
- o [

] Ll l
- v »

- A k A
- o 5

- b & ) A
- . o »

] Ll l
r v n

- - E, o al
= o

] A Al . a
- X Ly L]

] ! g+ p l
O - Ll ] ¥ i

- X A k A
- o o i

- . b & ) A
= - s Ly L]

] X g+ p l
lv Hﬂﬂu—. " " H L]
- W e, i L L
- X W L] M, b

] x g+ k. Yy l
-T. HHH " " PHF & & dr b & b o !i L]
- T HHH L) . L qu.. .-.l.l.l.............t.-...!.r.t....l..-_ !u_ "
= X " w4 X & o O O dr o s i

] . g+ k. LR ] l
r. N L P XA x; L
- W e, i X L
- HHH -.t. L] HH!. "

" r r r
- X L i WA L
- N o i o

] x g . ol a
- X -3 L] P A

- k . k ]
r. XK L P e, L
- XX e, i L L
- ...”HH -.t. L] HHH "

" r r
-T. .ﬂlﬂ -..-. L] HHH "
lr ...”HH -.s. L HHH "
= X " w4 o i

] L g+ N l
r. XK L P R L
i ] LK o ] L E M E N i
. - .RHH -..s. -.._ HHHH l..-...;.......1####44{4]4}4{44}.}.##&##}.] A

- . - ) x o b A b o o o & & dr b bk i R A
L] . X Ly L] R dr g Jdp dp & e o & o i b b

- 2 - b X, LN N N N al
- o o " i ] a O d kR A&k kN ko

] X Al . N LN SO a0 T a
= - W L] F dp dr dp oy o de g g

] x Ll p 2 E NS N Al l

0 o, W - Px A r r dp gt el A
L] . X L) L] R

- P, b & ) A A
- HHH -.t. L] HHHH "

" r r r
-T. HHH -..-. L] HHIH "
- L L ] " [ o i 0 O ik BB & & Xk d
" . Y, a . vy o e i i Py P i iy i *

] ! Ll N E S o ar l
- i ] W [ i ] C N 3l M R N

- x - b X X dr o de dp Up e d Al ke b b 0 al
- L] o " L] a O od kR AE & & N Xk

] ! Al . X N LN S A T a
- XX W " o dp o dr dp oy o A g

] ] Ll p N LS Al l
- XX L i R C a3l M N L
- Ll o o i i iy

] x g . x a
- X -3 L] P A

" r r r
r. XX L L R L
-T. .___Hu.. -.s. LK HHH "
- .ﬂﬂu—. -.t. L] HHH "

" r r r
O - oy W [} A

- A E, ;. X b
- iy [, i o

] A g . ) a
- A w L] Eo

] L] g+ ) l
- oy ¥ [ o

- A E, ;. X, b
= Ly [, i L

H &+ H L
- - - L] E

] . - . o -
O - o [} A

" * . ) >
-

] Al . ) a
- . o »

] Ll p l
B - r n

- - b al
= o 5

] Al . a
- . . . - - - - - - - . - - . - - A
B i e e e rmor a o mr morE e momom o momomEmE momomoEE EmoEm E o EEE o EEEmeEmErErErErErarar s o g
LA i A o al

ol ol e S Al el Al S Al Sl gl all A Al ol el Sl Al el Sl Sl il Sl Al Al Sl Tl el el Ol Al Ol il il Al el ] ‘s = m = m m N N E N N N & & N N N NN NN & " m m N N E E E E N NN N N E N N E NN E & & N NN E & E aamawww . W
P alta gt A N L N ek e n e o e R o e ok e A S A S
= g ol e e S R b ' v v o r ' v v il e e e Ll e e e r ol O B & o o F O B o F O & O & O & F & O F O & & & & F & o o o O F & o o O O & o & F & o F F & & F f F & F o F & & & F o & F & f & &
K- i i ot i i - R R R T R I e R e e RN B R e N RN e R e I e R N e e e e RN R RN DE NN RERE RN

. . . - - - - - L - - - - - - - - E - i R R R R R N R R R N R N R R R R R R R N R R N R R R R R R R R R R A A A A A A A A LA A AR .

] Ll )
- r »

- A k A
B - - 5

- p, p L]
- . L L]

E - ) A
- . - [ ]

- A k A
= ” 5

- b & ) A
- . - [

- b & b A
- r »

- A k A
B - - 5

- b & ) A
- . L L]

- b & A
B - - n

- - al
- C »

] b+ ; -
- . - [

] B, - b
- - »

- A k A
B - ” 5

- b & ) A
- . L L]

- b & b A
B - r n

- A k A
= ” 5

- b & ) A
- . ~ [

- B, - . b
= - "~ »

- - . al
» C n

] Al b
- . o »

] Ll l
B - r n

- A k A
= o 5

- b & ) A

) e . X

] Ll l
N v »

- k& al
» C n

" K A " vy "
. u

- - ] B - . a
- B A L L

- ] A k A
- BN o i

- - A g . a
- - | L L]

] ] A p l
- "

- - IIH A l_ A
B - ” 5

- I b & ) A
- . L L L]

[ ] - N ; b
- . L [ ]

- - . al
. . »

P * -
- . [

- B -
- »

- A k A
B - ” 5

- b & ) A
- . L L]

- b & b A
B - r n

- A k A
= o 5

- p, p L]
- . -~ [

- B, - . b
= - "~ »

- - al
» C n

] Al . b
- . ~ »

] Ll p l
B - r n

- A k A
= ” 5

- b & ) A
- . - [

- b & b A
- . - [ ]

- b &+ k &
v . "

- p, p L]
- . L L]

E - ) A
- . - [ ]

- A k A
= ” 5

- b & ) A
- . - [

- b & b A
- r »

- A k A
B - - 5

- p, p L]
- . L L]

E - ) A
- . - [ ]

- - . al
- C »

] b+ ; -
- . - [

] B, - b
- - n

. . - - . . - - - . f - .... -

A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A A - F *

r
FFEFEEFEEFEFFEEEEFEEFEFEFEFEFEEEEFEEFEFFFEFEFEFEFEEFEEFEEFEFFEFEEFEEFEEFEEFEFEFEFEFEEFEEFEFEEFEFEFEEFREFEEFEEFEFFEFEFEFEFEEFEFF i R T R e e e e N R T T T e e T e e R R R R R I

102}3p peaq Jnoj Asojoydiow |eap]

U.S. Patent



US 10,351,727 B2

Sheet 6 of 13

Jul. 16, 2019

U.S. Patent

G 24n3i14

N TE MY e M e T T S T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T S T T T T T T T ST T T T T T T T T T T T T T T T T T T T e T e T T T T T e T T e e e
= E E N E N RN EEE N RN EEEEEE RN E N RN EEEE RN EEE N RN EEE SRR EEEE RN EEEE RN EEEE RN EEEE RN EEEE RN EEEE RN EEEE RN EEEE RN EEEE RN EEEE RN EEEE RN EEE N RN EEEE RN EEE N RN EEEE RN EEEE RN EEEE RN EEEE RN EEEE RN EEEE RN EEEE RN EEEE RN EEE N RN EEEE RN EEEE RN EEEE RN EEEE RN EEEE RN EEEE RN EEEE RN EEEE RN EEERE RN EREER

231 ) 8j0
01

. .

! : : S .

ok ] o -
ettt e e o P e e e e e e o R ' v e e e e e e

I..I.I-.I.I..I.I..I.I-.I.I..I.
» .-
‘m'm'm'w'e e 'w e '’

-
-r

R
PR

:

.
N

{13) AS18Ud uoIRWIAO] 10343

LA R RN R NN REERNRENRENRERNRERNREH] I."I'II'I LA R R AR R R AR AR AR RN II'I'I.'I'II'I'II'I'I.;I'II'I

T o T e



g 31ngdi4

aaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaaa

US 10,351,727 B2

* * N i * * >

| RN NN NS NNl RN NN NNl EE N NNNN 'II'II'II'II'II'II'II'II'IIIII'II'II'II'II'II'II'II'II'II'II'II'II'II'II'II'II'II'-I“".'.I

| |
-
|

[t
10

Ty R T My R My B o M My g P My By Mg P By B P By By B B B B B0

COHO0=0 B

Sheet 7 of 13

-
R

O

- 00T

Jul. 16, 2019

- OCL ]

o
o0
{ 1)) Adiaus uoljewo} 398jag

T R T My g B By B g B B o B A B B A B B B A A B A R

-
£
o

I-I-I-I-I -I-I-I-I-I-I-I-I-I -I-I-I-I-I-I -I-I-I-I-I-I-I-I-I -I-I-I-I-I-I -I-I-I -I-I-I-I-I-I -I-I-I-I-I-I-I-I-I -I-I-I-I-I-I -I-I-I -I-I-I-I-I-I -I-I-I-I-I-I -I-I-I -I-I-I-I-I-I -I-I-I -I-I-I -I-I-I -I-I-I-I-I-I -I-I-I -I-I-I -I-I-I -I-I-I -I-I-I -I-I-I -I-I-I-I-I-I -I-I-I -I-I-I -I-I-I -I-I-I -I-I-I -I-I-I -I-I-I -I-I-I -I-I-I -I-I-I -I-I-I -I-I-I -I-I-I -I-I-I -I-I-I -I-I-I -I-I-I -I
r‘rir‘r‘rirtririr‘r‘rir‘rirtrtririr‘r‘rtrtririr‘rHirtrirtr‘r‘rtrtririrtririr‘r‘rirtrirtr‘r‘rir‘rirtrtririr‘r‘rtrtririrtrirtr‘rirtrtririr‘r‘rtrtririrtrirtr‘r‘rirtrirtrtririrtrirtrtririr‘r‘rirtrirtrtririrtrirtrtririrtr‘rtrtririrtrirtr‘ririrtrirtrtririrtririrtrirtrtririrtrirtrtririrtrirtrtrir:rtrirtrtririrtririrtririrtririrtrirtrtririrtrirtrtril

U.S. Patent



/ 9in3i4

Ausuap Sunyein
Ob

. .__.. .__.. .___ ___.
» u " -
3 » -

Fl L ] L]
uyuwu¢u1uwu1uEu¢u1u1u¢u¢uwu¢u¢u1uwuwuEu¢u1u1u¢uwu¢u¢u¢u1uwuwuEu¢uEu1u¢u¢u1u¢u¢u1u¢uwuEu¢uQu1u¢uwﬁ1u¢u¢u1u¢uwuEu¢uQu1u¢uQu1u¢u¢u1u¢uwuEu¢uQuEu¢uvu1u¢u¢u1u¢u¢uEu¢uwuEu¢uQutuwutuwuwuwuwuwuwutuwﬂvnt

US 10,351,727 B2

Y

-'-
»

Sheet 8 of 13

e e e e e

e r s

Jul. 16, 2019
£
€3
{ 3} ASI1Dus uoiIewIo] 103380

e e e

Ll

P L T T T T T T T T T T P P T T T T T L T T P T T T R R T T T T T P P T T T T T T T T P T T T T T T T T T T R T T T T T T P T P T T T P T R T R T T P P L U UL UL PO PO PO U UL U

kA AR R F A AR R AR A AR A S E SRR F AR RS R FE AR E R F R AR R F R AR R R A SRR F R R R R R R AR F R F AR R RS A RS A SRR AR R FE A SRR R F AR R R F R AR R RS A R R F AR R R SRR E A FE R

L]
-
l' "

L1
x -
*
'-
*
'.
L 3
'.
*
'-
*
'.
L g
'.
*
'.
*
'.
L g
'.
*
'.
*
'.
L g
'.
*
'-
*
'.
L 3
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'.
*
'.
L g
'.
*
'-
*
'.
L 3
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'.
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L 3
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*
'-
*
'.
L g
'.
*

U.S. Patent



US 10,351,727 B2

O1 8 9 v 4 4

(‘:}
£~

48-5d V
VYNNG R

L3
o3

Sheet 9 of 13

-
S

o
QG

-
3
T

Jul. 16, 2019

-
™
g

{13} ABiDUd uoneWIO) 103)3(]

<t
g

. .
11111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111111

U.S. Patent



US 10,351,727 B2

Sheet 10 of 13

Jul. 16, 2019

U.S. Patent

LI |

n h k&

m & b b & b & & b &k s b S s S S E S S N A & & b & b b &

r F
blkbl

L]

"= r - & . a b & b om

4 & Jra & bbb bh b oaasa s s s s

b b b s A hnom = = = & ==
-

r . r

ra i hoa

m b & Wk o&
-

" & & & W b b rh a2 n 2 a2 a2 s a
a b h b b & b b b b bamoaoaoa s & & a a2k b & &
rr sr LI B O r & W o &
rror ror

=
B Frrrrrbrrirbrrir

r L I
bbb*b‘.b b‘-b*b‘.bbbbbbl

L]

[ ]
bb‘-
F Fr

.“..1. .. .
alar
P

&
L
L)
4"‘*
L ]
L ]

)
L)
L)
PN M

R M)

»

* i
X & K
* X

)

F)
L

LT A ......_.t.-......-..r.-..._ - P T T
o i e Ak Rk h kkaoan Lo

T R R A I NI
rFEorr e .. . ror .

- &

- &

[
™
‘r
. o e e e e e e
e -
dr i Tatata e e ¥
x> F)
]

a4

it
D) i
L N N N N NN LN N N
########t#k#tttttt##
.r.r.r

x

dr b M b b M b bk b h Wk kb h bk A N N
b & B b b ko = b on [ ]

Adojoydioin aAIl04eQ

2INn3i

LI I I A BN B R RAN B R RAF D N REN R N N DO BRF BN R )

e

ol
CE e e e e e e e e e e e o o e e el el el ol e o

.

i e e e e L P L LI

R o S
ML ML) “. L N .._.._...4.4................4....-.4...44...4.........4..............“ :
e a By i Mo P
Wi P L A o o s
Chhin e
T ”

e
T a et
PN AL WAt T NNy
T

L ]
[

e
S o L
dr b dr et e dr ey
Pk ks aEal aa
dr b dr dr AR A & ko iy
L
Sl dr de ke R A ek d ok kL
Pl Lk al ala) ST AN A AL MMM N A R I
Pl ) L
PRl dr e e d e e
El ol al al al) PRl sl 3l et
PRl o noa Rk d k&R &k doddh
&
a T T L L L i N
PRl l 2l ) e
AR a e A e A Ak A s s om s
kol L )

a T T T
r &
e

»

&
AL AL IC LM M A AL AL LN

&

-t IH.”#H#”*”'”I”.”l.”ﬁ”*”l.”}.”}.l.r Tttt
K e B i i
AL A M e A A AL 2t sl Al ML
B I L e e S L
A N e
- -

Tttt .4._._H...”...”...H.._Hb“u H._..“...H...”...”...H.._”...“...H...”...”...H...”... X
e e e L
L
B
)
SRR A sl s el el
O

e a2t .k._...44...&&4.44....-.4....44...4&4*4...*&...5_.._
- -“#H.__.H&H;”..H.._H.._.___....___.._.__..f..r.a....._ﬂ.h_ ettt .H.__.H#H;H...H#H.._H...H#H;H...H#H&H...”u.. Sttt
K A O
R A M A A A e ALl A
P AL et A A ST RN, Mol 2o Al AL M ML pE AT
PN AL XAl A aha e A
T T i i

O e S L A AL A
N
i i i R i e
Y

L e Al

A

.
»
»
»
¥
»
E )

»

]

E )

N e el
o &
gy o gty M

i T i i
- -“...4...4.4....44...4.___.__. .___._...4.4.__..4.._..__.4.___.__..4.._..__“- -

-
e AL W N W

Ak

b
P

e
Y
e e e

R
- .“.r&&.......q......_......q.___ s
I lhedr de e kR &k ko Ak

A e e :
LT R R R kA s
L A R R
Jr ot dr e el e ek ik
PR E E ak a E 2 3l a0l aa
moa e ar A A ey e i e
PO e o N N

dr b dr e el e e iy
L A
Sl dr de kR &k dod ko k
.”. T e e L
o A
dr b e dr dCdRAddr drd drk
PRl e
n T dy T e e & e e ke iy
PR E E aE a E 2 3k a0l aE
Syt dr e d A e oy
L
dr b dr e d e i
IERCREIRE A AE AL E B 0 Al Al 3L Al 0

T e R .
-
B I A L L S

b
- Hl.”l.”l.“l.”l.“l.”'”l.“l.“l.”l.”l.”l.b ) : -
a T e ek kA Ak s .
e N M N
“...”...H.qn.qu...“.___n P W
PRl )

L A R R
“...4.__..4.__.._...__..._..__.4.___._..._._._._ L M
l.:."fl.fl."f‘t“ I‘—_"l-—_l.—_".r l.r

el iy il iy i i
e T T P e P

r M
a
R
. 11..._..... '
rodr i
[ '
By '
. or
.f.l. g ' ra
- .-_...-..-.l_l. - PP ; N
vl . R ' e
e e g i e
- 11*1".-*'-.'}-.'*.'***.'*1*11- ) -. l1*1‘r*.'l-.'l-.'*.'*.'* *1*- 1. " ' . 11b 1"*.'l-.'l-.'b-.'b-.'*.r*'b 1*-- - 11*1..'.-.'}-.'}-.'*.'*.'*.'*1*1.--

Eal st s e at el
B

F I R RN R T RN T R R RN I
i dp dr b i iy ki i dp e dr dr i ki i i
L e e e e

PN -
L LI R L L

ol i .T‘.T o ok .T‘.T‘.".T‘.T‘.T
= = = b b b b b & & b & & & & & & & bAoA
' [

L
L

i iy i
- &

L
L
L
L
L
[
L ]
&
L
L
| ]
L
&
| ]

.-.
dr o de de dr dr de de dr dr de de de dr de de e o dr 0 T
m & & & & bk & bk bk b & b & b & b b = s = ®# " = ®m ¥ ® B B B N N N N N N N N N N N N N N S N N S N SN N N N N EH N [ ]
I R T T T T T T T T S S S T S S T T S T T T S T TR T T T T S T T S T T T T T T R T TR R SR

ASojoydiow jeap)




US 10,351,727 B2

Sheet 11 of 13

Jul. 16, 2019

U.S. Patent

OT 9.nsi4

----------------------------------------------------------------------------------------------------------------------------------------------------------------------------------------------------------------------------------

e

ve 4 0¢ gl o1 Pl

Hed Sd V Ot
0¢
0t

Ov

{ 13} AZ10UB UoIRWIOS 123430

0%



US 10,351,727 B2

Sheet 12 of 13

Jul. 16, 2019

U.S. Patent

H-lnlaﬂllnlxﬂllﬂnﬂxﬂxﬂnlll IHI.I-H'H.I- "

A A A A

E
x B
x X
x A
x
e
xR
L
x X
2
N
AN

x
K
]
I,
.
X
X,
.

i
"X "

A

M_N_A A N A A AN NN A MMM MM N

AN N X

]
lﬂ

x
-

x,
X
-

£

EY
Y

OB A A A AN NN MM N MNN NN

E NN

E
MM ]
AL K MK N K K

FY

"

FY
Y
Y

F
)

X
i i

AL

EY
F

A A A AN AN NN R M N KK
A N_A A A

M_A_ A M N A MK N A~
AA A A K A AN
AN A A AN N MNN NN

H-IIIEIHHII'H

.
A
A
.
X,
n
X
X,
K
x
x
n
E
E

III-IHHHIHIHHHHFFHHP

ajduiexy aanejedw o) | 4 spdwexy aaneiedwlo)

A
lﬂ
HHHIH
HHHHHHHI
XA XXX XX

AR X

A AR XX
A E R N NN
xE X A
L A A MK N KK N KK
KRR RN N

K )
H”H”H
HHHHH
HHIIH
HHHHH
x N
KA
xR
x K

H-I

AN

IIH"I“H"I"I“I“I”III“I

A XA AXEXEETRE

A XX XXX NXREIE

E)
A

i X EENREXEINF
Mo x HIIIHIHIHIHII ]
H”H”H“I“H | I"I"I"H“I"H"ll
e

R

|
H:l'
I-?l
H:H
I-?d x
|
o
A
I:?l
A A A AN N
|
A
A
|
|
|
|
|
|

Hllmﬂ e
“”H““IHIHIIHHIHIHHHH"”””I"

" "
. ]

A R

" " A
. ]
Y X

x

"

R E X
"X X
xRKER
kR X
HHHIHHHIIIIIHHHHHHHHIHI:.
KKK

XK

nEr

KRR

., "l"ﬂ“l"l”ﬂ“l"ﬂ -
] HIIHHIHHHHHHI

XARERESXEESRENIEIRI .-.HHHHH

T 24n3i4

l-H-H-l.H-H
oAl AN

HIH!-I-I-

A
iI-IF!:'!II

H!Hxﬂnﬂxﬂlﬂ

H"
|

] .:“l

X,

-I
A
Al

|
]
|
A

m_x R Hﬂlﬂl
-
o
"I“I"I“I“I"I"I n Il-
HIHHHIIIIHHIHI L
Ilﬂ!ﬂllllllﬂﬂl KK

x
REXMNEXIETIR

| ERXXXEREXX
lllllﬂlllll!ﬂﬂlﬁ!ﬂﬂll x
. x K

A
i
Al
x:r
|
.H L
H:I M

H-HHIF!

I

E_EH K R RENKTREN TRELTNER
S
Illunﬂl!l#
IIHIIIHH
I
e

A AN A A NN
E !"I:H!I.h"

)
||

S

II"III"IHI".III

o

e

L uE B

]

)
PRt
Ir:a-*fa

Tty

4-:#*
oy
i

|
"‘r
'l"
]

f )

»
L

wx'r
¥

»
X K

P .4:..r P
_-”*“...H&H.._”...”tnﬁ.-...uan.q”....q.-t
R ek Lk kX

"

]

.

4-:1-:1-:4:4-:4
-
RN LA

r
T

3 ajdwiex3y aaljeiedwlo




US 10,351,727 B2

S x *.-'
R
i

Xk
e

F)

»
NN
LG

a-"a-:a- X

L
Lt )

L
PN
*b*l'.*** r
¥ kb
X X %
[
e,
L i NN R

v
e el

lr:l':l'
e
r
Uy
Al M)

X
'

¥
ety
'r***"b'rblrb-l' i i
LA ]
|

X 0

)
¥

b ]
e
& B i

LI N

AL I |
oMM

DR NN N

L e S

N N

>
‘_4-*4:4*
N

X k¥

-

)

-

E
r

N
& .btbu-.rj-‘
L)
a-':*:":*;*
ok b

i

! i
]

L}
[}

o

Yo

i ko
P
& de ko ko
P AL

¥ »
‘1:4-‘_1:1:4-:4:-:1-:#
B kb E kN

& &
ar
oy gty
PR L SR
e
Cala )

N A N
e a T a
T R A

L

L L
l“-ibi}l

o

* o)
Pl ) W x W

.-.....v.-..r.-.nl.\....._...._ [
PRl kN

EaC 0l

i ey

x_ A

E

i

w X W

Ea e Ol s X
ol L
P R N

Ll

L
1]

et

]
X

L ]
x
L/

L
ar

L)
)
L3

L4

X &
-I*l'*l

»
L
L

)
P

)

L]

L 3

i & b ¥

b‘
L ]

LaCA ]
i » "

AAEE AR E
LM N
X kX

» ¥
I*b*

¥ X
R :

. *4*1:4-*1-}:;:;: Tt
L N
e

X E

B
i

LN

N

L ‘_‘r

L)
L
X

L)
e,
ey

-
SN
o
o e

| ] | ]
P

o g dr e B

i NN NN w

a b g kR H F o
e R S N
A b de dede b @R Jndp

LN N N )

"
Y

*&“.-&kk.,..__k
LI

S
X

=

o
ir g

N

L]

L
-

*
X
y

i

[]
X

I
»
ar

oAy
L]

L ]
L

iy

B a kg h

.

e A i K

a_dr & &

CX)

ar

»

i

R

CR R e

-i.-...

A e m R

i ir

&

doa N

A M XN

AN

a PR
e tt........._..-.t.rl.-_.._....._.r.r.r.._ i i
W Jr Jp b W Moo oa b & o r 4 &N

L

X
ir

Pl sl

P L N

E N )

& b ddp dr & kb i

X 4 .k

g . L]

F3

¥

i ko o a o B

SINUd %I0A €787 SW(dd %IOA Q1LY SIW(dd %I0A 9°¢e

Sheet 13 of 13

g8-SINAd

%0€ |

T

&

a

d9-SNJ

-

L]

oy - =

L

T

»uy
e W R e e

I

.T
dr e Lk A Cd e e e Ak
LEEAE L AR A

o n el e »

i

e e ik b
F ]
CPEAE M

o
[ ]

i

™

ik ko
i

P
oy

._
L)

PO AL A
R e e e e

r
e A

X

i de e TR iy

L I ]

AR e

d %0

o I
o dr
k)

r
LRl AL

o

"

7 [z

-
*

ar

ar

a9-SINU

70

.._H |

A

™
x )
» i

.
LA
EaCE N MO R
Tty k.._.q.q.___“...n...”...____u
ol
...4.4”.. L
P )

D)
L N
L)

o A

Ll )
LA s
....___.__._.H.q”....q....q.._... e

S
;:;
)

i ;
¥ dr gk ddrde
N N

- -
LN ...Ht.___.._.__..___.__..__....._._.__._.....

o X
ol
¥
a3

x ~

w e T T e i v
- [ :

Pt .._..1.4”1 .___H.-H.-”.___H.r.....uh..

; e e

Jul. 16, 2019

LN
L

F)

»
DR N )

: -
W Rk i F
e
CCE RN )
XX

#*li-l'i

&
ir
ir

L
L)
l"r'r

M

X
-i*-l
¥

L)
ol

]
4"‘
&

I'*l..i L

]

b*:.-

)
&
o ......H...“..Hn.r.......q...__ .......H.._
b 0

i
BN -r*a-:t* Sl NN,
."l*b

P
RN e
NE R KRN R

L]
'rJ:r L
L

e R e
I
AL b i e

L - !

r
i

R
L)
o
ax
r b*
L

A A
e e e e e T
o TE T W

& B 5N

b#
[

L]
.‘I*.

SINdd %I0A 6°6¢
gg-SINdd %S (

U.S. Patent



US 10,351,727 B2

1

COPOLYMER FORMULATION FOR
DIRECTED SELF-ASSEMBLY, METHODS OF
MANUFACTURE THEREOF AND ARTICLES

COMPRISING THE SAME

CROSS REFERENCE TO RELATED
APPLICATION

This US Non-Provisional Application claims the benefit
of U.S. Provisional Application Ser. No. 62/121,281, filed 26
Feb. 2015, the entire contents of which are hereby incorpo-
rated by reference.

BACKGROUND

This disclosure relates to a copolymer formulation for
directed self-assembly, methods of manufacture thereof and
to articles comprising the same.

Directed self-assembly (DSA) of block copolymers has
been 1dentified as a candidate technology to extend the state
of current optical lithography. In DSA, small pitch sizes are
achieved by directing the self-assembled block copolymer
nanodomains to a lithographically patterned substrate. One
of the leading methods for DSA 1nvolves a chemical pattern
to align a lamellar morphology of a block copolymer, such
as polystyrene-block-poly(methyl methacrylate), or PS-b-
PMMA. The preferred process scheme, shown i FIG. 1,
begins by patterming an array of sparse guide stripes (e.g.,
polystyrene (PS) generally manufactured from a crosslinked
polystyrene mat. After the stripes are etched (also termed
“etch trimming”) to the proper dimension, the brush poly-
mer 1s coated over the stripes, baked to induce chemical
grafting, and then excess brush polymer 1s removed by
rinsing with a solvent such as propylene glycol methyl ether
acetate (PGMEA) to leave a relatively flat substrate with
chemical contrast. The substrate 1s then treated with a block
copolymer (e.g. poly(styrene-b-methylmethacrylate)),
which after annealing aligns to the substrate to multiply the
density of the initial pattern. In this two-step method that
involves first applying the brush followed by applying the
block copolymer (BCP), the composition of the brush has to
be controlled over a fairly tight range 1n order to achieve
good DSA results.

It 1s therefore desirable to use compositions where the
alignment between domains can be easily achieved and
where the ranges of the polymers are not so tightly con-
trolled.

SUMMARY

Disclosed herein 1s a pattern forming method comprising,
disposing upon a substrate a composition comprising a block
copolymer; where the block copolymer comprises a first
polymer and a second polymer; where the first polymer and
the second polymer of the block copolymer are different
from each other and the block copolymer forms a phase
separated structure; an additive polymer; where the additive
polymer comprises a bottlebrush polymer; and where the
bottlebrush polymer comprises a polymer that has a lower or
a higher surface energy than the block copolymer; and a
solvent; and annealing the composition to facilitate domain
separation between the first polymer and the second polymer
of the block copolymer to form a morphology of periodic
domains formed from the first polymer and the second
polymer; where a longitudinal axis of the periodic domains
are parallel to the substrate.
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2

Disclosed herein too 1s a pattern forming method com-
prising disposing upon a substrate a composition comprising
a block copolymer; where the block copolymer comprises a
first polymer and a second polymer; where the first polymer
and the second polymer of the block copolymer are difierent
from each other and the block copolymer forms a phase
separated structure; an additive polymer; where the additive
polymer comprises a bottle brush polymer; where the bottle
brush polymer comprises a homopolymer that 1s the chemai-
cally and structurally the same as one of the polymers 1n the
block copolymer or where the additive polymer comprises a
graft copolymer that has a preferential interaction with one
of the blocks of the block copolymers; and a solvent; and
annealing the composition to facilitate domain separation
between the first polymer and the second polymer of the
block copolymer to form a morphology of periodic domains
formed from the first polymer and the second polymer;
where a longitudinal axis of the periodic domains are
parallel to the substrate.

BRIEF DESCRIPTION OF THE FIGURES

FIG. 1 1s a schematic depiction of a prior art method that
involves domain alignment by first applying the brush
tollowed by applying the block copolymer;

FIG. 2(A) depicts a substrate with a photoresist having
holes of diameter d, disposed thereon;

FIG. 2(B) depicts the substrate of the FIG. 2(A) with a
block copolymer disposed 1n the holes;

FIG. 2(C) shows the substrate after etching to remove the
cylindrical core;

FIG. 2(D) depicts a substrate with a photoresist having
holes of diameter d1 and holes of diameter d2 disposed
thereon, where d2 i1s greater than dl1;

FIG. 2(E) shows that a continuous cylindrical core 1n
formed in the narrow diameter hole while discontinuous
cylinders (discs) are formed 1n the broader diameter hole;

FIG. 2(F) shows that a continuous cylindrical core can be
removed via etching from the narrow diameter hole while
only one of the discs can be etched from the broader
diameter hole;

FIG. 3(A) 1s an enlarged depiction of the discontinuous
discs present in the hole having the broader diameter. This
1s considered a detect;

FIG. 3(B) shows how the defective discontinuous discs

can be prevented from forming by using a composition that
comprises bottlebrush polymers;

FIGS. 4(A) and 4(B) depict ideal and defect morphologies
arising irom the self-assembly of a linear PS-b-PMMA
block copolymer in a cylindrical pre-pattern with PS-block-
attractive walls, including top-down and cross-section
views. PMMA density profiles are shown 1n light colors;

FIG. 5 1s a graph showing defect formation energy versus
hole critical dimensions;

FIG. 6 1s a graph showing defect formation energy as a
function of bottlebrush loading;

FIG. 7 1s a graph showing defect formation energy as a
function of bottlebrush loading;

FIG. 8 1s a graph showing a comparison of defect forma-
tion energy as a function of bottlebrush loading for PMMA -
BB and PS-BB:

FIG. 9 1s a schematic diagram showing ideal and defect
morphologies arising from assembly of a linear AB diblock
copolymer 1n a trench pre-pattern with A-block-attractive
walls, icluding top-down and cross-section views;
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FIG. 10 1s a graph showing defect formation energy as a
function of trench width for line/space graphoepitaxy with a
linear diblock copolymer and linear diblock copolymer/
bottlebrush polymer blends;

FI1G. 11 1s a photomicrograph that depicts the morphology >
for the Comparative Examples D, E and F; and

FIG. 12 1s a micrograph that depicts the morphology of
Examples 17, 18 and 19.

DETAILED DESCRIPTION 10

As used herein, “phase-separate” refers to the propensity
of the blocks of block copolymers to form discrete micro-
phase-separated domains, also referred to as “microdo-
mains” or “nanodomains” and also simply as “domains”.
The blocks of the same monomer aggregate to form periodic
domains, and the spacing and morphology of domains
depends on the interaction, size, and volume fraction among
difterent blocks in the block copolymer. Domains of block ,,
copolymers can form during application, such as during a
spin-casting step, during a heating step, or can be tuned by
an annealing step. “Heating”, also referred to herein as
“baking”, 1s a general process wherein the temperature of the
substrate and coated layers thereon 1s raised above ambient 25
temperature. “Annealing” can include thermal annealing,
thermal gradient annealing, solvent vapor annealing, or
other annealing methods. Thermal annealing, sometimes
referred to as “thermal curing” can be a specific baking
process for fixing patterns and removing defects 1n the layer 30
of the block copolymer assembly, and generally involves
heating at elevated temperature (e.g., 150° C. to 400° C.), for
a prolonged period of time (e.g., several minutes to several
days) at or near the end of the film-forming process. Anneal-
ing, when performed, 1s used to reduce or remove defects in 35
the layer (referred to as a “film” hereinatter) of microphase-
separated domains.

The self-assembling layer comprising a block copolymer
having at least a first polymer derived from polymerization
of a first monomer and a second polymer derived from 40
polymerization of a second monomer that forms domains
through phase separation. “Domain™, as used herein, means
a compact crystalline, semi-crystalline, or amorphous region
formed by corresponding blocks of the block copolymer,
where these regions are cylindrical and are formed parallel 45
to the plane of the surface of the substrate. In an embodi-
ment, the domains may have an average largest dimension of
about 1 to about 25 nanometers (nm), specifically about 5 to
about 22 nm, and still more specifically about 7 to about 20
nm. 50

The term “M_” used herein and 1n the appended claims in
reference to a block copolymer of the present invention 1s
the number average molecular weight of the block copoly-
mer (in g/mol) determined according to the method used
herein 1n the Examples. 55

The term “Mw” used herein and 1n the appended claims
in reference to a block copolymer of the present invention 1s
the weight average molecular weight of the block copolymer
(in g/mol) determined according to the method used herein
in the Examples. 60

The term “PDI” or “D ” used herein and in the appended
claims 1n reference to a block copolymer of the present
invention 1s the polydispersity (also called polydispersity
index or simply “dispersity”) of the block copolymer deter-
mined according to the following equation: 65

15

PDI=M, /M,

4

The transition term “comprising’ 1s inclusive of the
transition terms “consisting of” and “‘consisting essentially
of”.

The term “and/or” 1s used herein to mean both “and™ as
well as “or”. For example, “A and/or B” 1s construed to

mean A, B or A and B.

The terms “brush” or “brush polymer” as used herein to
describe a polymer containing a reactive functional group
that 1s capable of reacting with a functional group upon the
surface of the substrate to form a layer of polymer chains
attached to the substrate. The terms “mat™ or “mat-like film”
are used to describe a polymeric layer on a substrate formed
by disposing a polymer having reactive substituents along
the chain backbone capable of reacting either with 1itself or
a crosslink-inducing additive to form bonds or crosslinks
between individual chains of the polymer after it 1s disposed
upon the substrate. A brush polymer 1s one where the chain
backbone is oriented perpendicular to the substrate while a
mat polymer 1s one where the chain backbone 1s oriented
parallel to the substrate. Brush polymers generally have a
reactive functionality that permit 1t to be bonded with the
substrate.

A bottlebrush polymer comprises a polymeric chain back-
bone and has polymeric arms extending radially from the
chain backbone. In other words, the bottlebrush polymer
comprises a polymeric chain backbone with graft polymers
(the polymeric arms) that are bonded (either covalently,
ionically or via hydrogen bonding) with the chain backbone.
The graft polymer (1.e., the arms) may comprise polar
polymers, non-polar polymers, or combinations thereof. For
example, a portion of the chain backbone may have polar
polymers grafted onto 1t, while another portion of the chain
backbone may have non-polar polymers graited onto 1t. The
polar polymers and the non-polar polymers may be sequen-
tially arranged 1n sections vertically along the chain back-
bone. In another embodiment, the polar and non-polar
polymers may be opposedly arranged on the chain backbone
1.e. they extend out radially in different directions but are
interspersed with each other. In other words, the polar graft
polymer extends 1n a first direction and may be bonded with
the polymer chain backbone between two non-polar graft
polymers that are also bonded with the polymer chain
backbone but extend 1n a second direction. The bottle brush
polymer does not contain any reactive functionalities that
permit 1t to reactively bond with the substrate. Bottle brush
polymers are not covalently, ionically or hydrogen bonded
with the substrate. It 1s to be noted that while the bottle brush
polymers do not have reactive end functionalities, they can
function as brush polymers in that they can have their
polymeric chain backbones oriented perpendicular to the
substrate.

Disclosed herein 1s a composition (also referred to herein
sometimes as a solution) comprising a block copolymer and
an additive polymer that facilitates directed self-assembly of
the polymer domains. The additive polymer 1s a bottlebrush
polymer. In an embodiment, the composition comprises an
intimate mixture of the complete volumes of the block
copolymer and the additive polymer without either the block
copolymer and the additive polymer undergoing phase sepa-
ration. In other words, the composition comprising the block
copolymer and the additive polymer 1s 1n the form of a single
phase and 1s homogeneous throughout 1ts entire volume. In
another embodiment, the composition comprises a solvent 1n
addition to the block copolymer and the additive polymer.
The solvent 1s compatible with one or both of the block
copolymer and the additive polymer.
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In directed self-assembly (DSA), it 1s desirable to achieve
a desired morphology that 1s defect-free and that can be
annealed to a thermodynamic mimmimum defect state or to a
defect free state within a useful short time. One manner of
accomplishing this 1s by blending a “bottlebrush™ polymer
with a block copolymer. This combination provides
improved self-assembly of the block copolymer (BCP)
because the bottlebrush polymer (BB) acts as a “scafiold” in
promoting self-assembly. The shape of the bottlebrush poly-
mer topology and the general stiflness of the chain backbone
cause favorable constraints on its placement 1nto a film or
into a confined volume such as a trench or in a contact hole.
Thus the graft (polymer) arms of the bottlebrush polymer
create regions within the film where 1t 1s energetically
tavorable for compositionally similar blocks of the block
copolymer to associate. As a result, the block copolymer
aligns with the grafted arms of the bottlebrush polymer. If
the bottlebrush polymer i1s long enough (e.g., has a high
enough molecular weight chain backbone), the graits along
the chain backbone will create extended domains of struc-
turally similar polymer units, which will then scafiold
extended association of the similar block of the block
copolymer.

A scaflold 1s an orientation framework that assists to guide
or template the proper position of the majority block copo-
lymer. As a further result, the block copolymer will be
scaflolded mto forming extended regions ol perfectly
aligned self-assembly. If the composition of a block copo-
lymer which forms a cylindrical morphology and bottle-
brush polymer 1s disposed 1n a contact hole (or trench) on a
substrate, and 1s long enough to be horizontally placed (i.e.,
its chain backbone length 1s greater than the size of the
cylinder phase formed by self-assembly of the block copo-
lymer and can thus span across the domains spacing or pitch
of the self-assembled block copolymer), 1t will then scatiold
the block copolymer also within the contact hole to make
extended domains of umnterrupted selif-assembled block
copolymer, creating a core cylindrical region within the
contact hole. The core cylindrical region can be etched away
later, forming a highly symmetrical and round hole of a
smaller dimension than the original contact hole or trench.
The advantages of this invention are a much broader process
window (in terms ol composition and processing param-
cters) and a lack of defects caused by interrupted seli-
assembled domains within the contact hole or trench.

FIGS. 2(A)-2(F) depicts one of the problems that occurs
when disposing a block copolymer on a substrate. While the
FIGS. 2(A)-2(F) depict the problem with vertical cylinders
disposed in a hole, the same problem occurs when a hori-
zontal cylinder 1s disposed 1n a trench. The substrate 100 has
disposed thereon a photoresist 102 with holes 104 of diam-
cter d, disposed therein as seen 1n the FIG. 2(A). The holes
are filled with a block copolymer 106 such as poly(styrene-
b-methylmethacrylate) (where “b” stands for block), as seen
in the FIG. 2(B). The polymethylmethacrylate forms a
cylinder 108 (also called a core 108) 1n the center of the hole,
while the polystyrene 107 surrounds 1t. The core 108 1s then
ctched away leaving a hole 110 that 1s then used to facilitate
the development of a hole 112 1n the substrate 100 as seen
in the FIG. 2(C). However, 1n order for the hole 112 to be
formed 1n the substrate, 1t 1s desirable to have a continuous
polymethylmethacrylate core that extends from the upper
surface of the block copolymer to the bottom as seen 1n the
FIG. 2(B). This 1s not always the case depending upon the
diameter of the hole 1n the photoresist.

As the hole diameter increases from d, to d, as seen 1n the
FIG. 2(D), the polymethylmethacrylate core 108 does not
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6

always form a continuous cylinder 108. In the FIG. 2(E), 1t
can be seen that instead of forming a continuous cylinder,
the polymethylmethacrylate forms a series of cylindrical
discs 114. The formation of these discs 1s considered a defect
in that they prevent the formation of a continuous hole that
extends almost to the substrate as seen 1n the FIG. 2(F). In
summary, if the holes 1n the photoresist are not of the
appropriate diameter, defects in the form of missing holes
are observed.

It has iadvertently been discovered that by using a
composition that contains a small amount of a bottlebrush
polymer or copolymer in conjunction with a block copoly-
mer, continuous cylindrical domains can be produced in
holes or trenches disposed upon a substrate. The bottlebrush
has an extended backbone (because of the presence of the
grafted polymeric arms that prevent it from behaving like a
regular coiled polymer) that makes 1t perform like a nano-
scale cylinder. Without being limited to theory, 1t 1s believed

that by designing the brush polymer to be capable of
segregating 1nto the cylinder 108 (see FIGS. 2(A)-2(F)) and

being long enough to extend across the domains spacing or
pitch of the self assembled block copolymer, 1t can stitch
together the broken domains. This 1s demonstrated in the
FIGS. 3(A) and 3(B), where cylindrical discs 114 are formed
when no bottlebrush i1s present (see FIG. 3(A)) and where a
continuous cylindrical core 108 1s formed when a bottle-
brush 116 1s embedded within the core of the cylinder phase
in a manner where 1ts orientation 1s perpendicular to the
substrate (see FIG. 3(B)).

The block copolymer comprises a first polymer and a
second polymer, while the additive polymer comprises a
bottlebrush copolymer. In one embodiment, the additive
polymer can be chosen such that it has a lower or higher
surface energy than the block copolymer. In another embodi-
ment, the first polymer and the second polymer have a
difference in surface energy of greater than 0.5 milliNewton
per meter (mN/m), preferably greater than 1 mN/m and more
preferably greater than 2 mN/m. In another embodiment, the
first polymer and the second polymer have a difference 1n
surface energy of greater than 0.05 milliNewton per meter
(mN/m), preferably greater than 0.1 mN/m and more prei-
erably greater than 0.2 mN/m. By selecting a particular
combination of an additive polymer and a block copolymer,
the interdomain spacing between the etch resistant horizon-
tal cylinders can be controlled. In addition, when disposed 1n
a trench, the spacing between the trench walls and a surface
of the etch resistant cylinders can be controlled. Control of
the distance between the trench walls and the cylinder
surface and the distance between the cylinders can be used
to produce high quality semiconductors for use 1n electronic
devices. In another embodiment, the additive polymer will
preferentially become disposed within the horizontal cylin-
der phase of the block copolymer that 1s confined within the
trench walls. When the additive polymer 1s disposed within
the horizontal cylinder phase, 1t can give some additional
control the diameter of the cylinders. In addition, when the
additive polymer 1s disposed within the horizontal cylinder
phase, 1t can reduce the formation of thermodynamic origi-
nated morphology defects by increasing the defect free
energy. In certain embodiments, when the additive polymer
1s disposed within the horizontal cylinder phase, the linearity
of the horizontal cylinder 1s improved. Control of the
diameter of the horizontal cylinders, reduction of defects,
and 1mproved linearity of the horizontal cylinder are very
important for the production of high quality semiconductors
for use 1n electronic devices.
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As noted above, the additive polymer comprises a poly-
mer that has a preferential interaction with one of the blocks
of the block copolymer. This can be accomplished by either
using an additive polymer that comprises a homopolymer
that 1s the chemically and structurally the same as one of the
polymers 1n the block copolymer or by using an additive
polymer that comprises a homopolymer or copolymer that
has a preferential interaction with one of the blocks of the
block copolymer. In this embodiment, the additive polymer
may be a polymer that comprises only a single polymer
(where both the chain backbone and the graft polymers are
identical) that 1s chemically 1dentical with or substantially
chemically similar to the first polymer of the block copo-
lymer or that 1s chemically identical with or substantially
chemically similar to the second polymer of the block
copolymer. When the bottlebrush polymer comprises a
single polymer, both the chain backbone and the graft
polymer (the arms) contain the same polymer.

In another embodiment, the additive polymer comprises a
third polymer; where the third polymer 1s chemically iden-
tical with or substantially chemically similar to either the
first polymer or the second polymer of the block copolymer.
In another embodiment, the additive polymer 1s a copolymer
that comprises a third polymer and a fourth polymer; where
the third polymer and the fourth polymer of the additive
polymer are different from each other; where the first
polymer of the block copolymer 1s chemically 1dentical with
or substantially chemically similar to the third polymer of
the additive polymer or where the second polymer of the
block copolymer 1s chemically identical with or substan-
tially chemically similar to the fourth polymer of the addi-
tive polymer. In this embodiment, the additive polymer may
be a polymer comprising a third polymer that 1s chemically
identical with or substantially chemaically similar to the first
polymer of the block copolymer and a fourth polymer that
1s chemically i1dentical with or substantially chemically
similar to the second polymer of the block copolymer. The
third polymer may be the chain backbone while the fourth
polymer may be the graft polymer or alternatively, the third
polymer may be the graft polymer while the fourth polymer
may be the chain backbone.

Prior to being disposed on the substrate, the entire volume
of the additive polymer and the entire volume of the block
copolymer are intimately mixed together with a solvent in a
vessel and 1n this blended state the domains of the block
copolymer are not segregated (i.e., they are not phase
separated and exist in the form of a single homogeneous
phase) from each other or from the additive polymer. After
being disposed on the substrate, the domains of the block
copolymer phase separate from each other horizontally and
the additive polymer segregates into a domain formed by the
block copolymer. In another embodiment, after being dis-
posed on the substrate, the additive polymer segregates to
the free surface of the film (1.e., the air-polymer interface) to
facilitate phase separation and horizontal alignment of the
block copolymer.

When the domains of the block copolymer phase separate
to form cylinders, the longitudinal axis of the cylinders are
parallel to a surface of the substrate. In some embodiments,
a substrate modification polymer 1s also employed that
functions as a substrate modification layer of the FIG. 1 and
enables the separation of the block copolymer 1nto horizon-
tal cylindrical domains after the composition 1s disposed on
a substrate. The substrate modification polymer has a reac-
tive group capable of bonding with the substrate. By mixing,
the substrate modification polymer with the block polymer
and bottlebrush polymer prior to deposition on a substrate
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that 1s to be etched, the substrate modification polymer
functions as an embedded substrate modification layer—i.e.,
it separates from the composition after deposition on a
substrate and the reactive group reacts with the substrate. By
having the substrate modification polymer comprise a poly-
mer that has a surface tension that lies between the first and
the second polymers of the block copolymer or by having an
substrate modification polymer comprise a copolymer com-
prising the same or similar polymers as the first and second
monomers used to form the block copolymer, the composi-
tion can facilitate directed self-assembly of the polymer
domains when cast upon a substrate. The mixing of the
substrate modification polymer with the block copolymer
prior to deposition on a substrate permits the use of a
one-step process for manufacturing patterns on substrates.

Disclosed herein too 1s a method of using the aforemen-
tioned composition to facilitate the directed self-assembly of
the polymer domains of the composition. The method com-
prises blending the additive polymer and the block copoly-
mer together and applying them 1n a single coating and
annealing step or alternatively, 1n a series of coating and
annealing steps. This method 1s versatile and robust in that
it permits a range of compositions (e.g., a range of polymer
molecular weights and a range of weight percents) to be used
for the block and additive polymers, while providing for
better domain alignment than that which can be achieved by
the process depicted in the FIG. 1. Surprisingly, this process
not only simplifies the process by reducing the number of
coat and bake steps, but the process window to achieve good
directed self-assembly 1s significantly improved over the
two-step process that 1s detailed 1n the FIG. 1 and that 1s
presently used 1n industry.

As detailed above, the composition includes a block
copolymer and an additive polymer where the polymers that
torm the block copolymer are either similar or substantially
similar 1n chemical character to the polymers that are used
in the additive polymer.

In an exemplary embodiment, when the composition 1s
disposed upon a substrate it produces an etch resistant
cylindrical morphology (1.e., etch resistant cylinders) in a
matrix. In another embodiment, the composition produces a
cylindrical morphology 1n a matrix which 1s treated with a
subsequent process (such as metal staiming or metal oxide
infiltration) to increase the etch resistance of the cylinder
phase (1.e., to form etch resistant cylinders) in the matrix.
The cylinders are horizontally oriented—i.¢., they are par-
allel to the surface of the substrate upon which the compo-
sition 1s disposed. The additive polymer comprises at least
one bottle brush polymer where at least one polymer con-
tamned in the additive polymer 1s different in composition
(chemical composition and structure) from the polymers
contained 1n the block copolymer. The additive polymer
does not contain any reactive moiety that permits 1t to be
covalently bonded or complexed or coordinated to the
substrate. In other words, the bottle brush polymer contains

no reactive species that enable 1t to be reactively bonded to
the substrate.

In one embodiment, the block copolymer comprises a first
polymer and a second polymer that are covalently bonded
together, where at least one of the blocks 1s etch resistant.
The first polymer of the copolymer generally contains less
than 10 atomic percent silicon, specifically less than 5
atomic percent, more specifically less than 2 atomic percent,
while the second polymer contains at least 10 atomic percent
s1licon, specifically at least 20 atomic percent silicon, and
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more specifically at least 30 atomic percent silicon. In an
embodiment, the block copolymer comprises a polysilox-
ane.

The first polymer of the copolymer and the second
polymer of the copolymer both have a narrow polydispersity
index and as a result form block copolymers that display a

high degree of periodicity. The copolymers have cylindrical
morphologies where the cylinders can align parallel to the
surface of a substrate upon which they are disposed, thus
making them useful for advanced semiconductor patterning.
These block copolymers can be used for creating features on
a substrate (upon which they are disposed) that are less than
or equal to about 50 nanometers, specifically less than or
equal to about 40 nanometers. The block copolymer can be
turther treated via annealing to self-assemble 1nto morpholo-

-

gies that display improved long range order. This feature

advantageously permits the block-copolymer to be used as a

photoresist with variable interdomain spacings for diflerent
lithographic applications.

The block copolymer can be a multiblock copolymer. In
one embodiment, the multiblocks can include diblocks,
triblock, tetrablocks, and so on. The blocks can be part of a
linear copolymer, a branched copolymer where the branches
are grafted onto a backbone (these copolymers are also
sometimes called “comb copolymers™), a star copolymer, or
the like. In an exemplary embodiment, the block copolymer
1s a linear diblock copolymer.

The first polymer or the second polymer of the block
copolymer can comprise a polymer dertved from monomers
of, for example, a vinyl aromatic monomer, an ethylenically
unsaturated monomer, 1-butene, 1,3-butadiene, 1soprene,
vinyl acetate, dihydropyran, norbornene, maleic anhydride,
alkylene oxides, lactones, lactams, epoxides, siloxane, or the
like, or a combination comprising at least one of the fore-
going monomers. When the first polymer contains a silicon-
containing moiety, it 1s present 1n an amount of less than 10
atomic percent, specifically less than 5 atomic percent, and
more specifically less than 2 atomic percent.

Exemplary block copolymers that are contemplated for
use 1n the composition include diblock or triblock copoly-
mers such as poly(styrene-b-vinyl pyridine), poly(styrene-
b-butadiene), poly(styrene-b-1soprene), poly(styrene-b-
methyl methacrylate), poly(styrene-b-alkenyl aromatics),
poly(isoprene-b-ethylene oxide), poly(styrene-b-(ethylene-
propylene)), poly(ethylene oxide-b-caprolactone), poly
(butadiene-b-ethylene oxide), poly(styrene-b-t-butyl (meth)
acrylate), poly(methyl methacrylate-b-t-butyl methacrylate),
poly(ethylene oxide-b-propylene oxide), poly(styrene-b-tet-
rahydrofuran), poly(styrene-b-1soprene-b-ethylene oxide),
poly(styrene-b-dimethylsiloxane), poly(styrene-b-trimethyl-
silylmethyl methacrylate), poly(methyl methacrylate-b-dim-
cthylsiloxane), poly(methyl methacrylate-b-trimethylsilyl-
methyl methacrylate), or the like, or a combination
comprising at least one of the foregoing block copolymers.

In an embodiment, the first polymer of the block copo-
lymer and of the additive polymer (when it 1s a random
copolymer) 1s a vinyl aromatic polymer (e.g., polystyrene or
its derivatives), while the second polymer 1s an ethylenically

unsaturated polymer (e.g., an acrylate polymer or 1ts deriva-
tives). The first polymer 1s derived from a vinyl aromatic
monomer having the structure of formula (1):
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(1)
R>—(C=—=CH,

5

A

wherein R> is hydrogen, an alkyl or halogen; Z" is hydrogen,
halogen, a hydroxyl or an alkyl; and p 1s from 1 to about 5.

The vinyl aromatic monomers that can be polymerized to
produce the first polymer of the copolymer of the block
copolymer and/or of the additive polymer are styrenes,
alkylstyrenes, hydroxystyrenes or chlorostyrenes. Examples
of suitable alkylstyrenes are o-methylstyrene, p-methylsty-
rene, m-methylstyrene, a-methylstyrene, o-ethylstyrene,
m-ethylstyrene, p-ethylstyrene, o-methyl-p-methylstyrene,
2.4-dimethylstyrene, p-tert-butylstyrene, 4-tert-butylsty-
rene, or the like, or a combination comprising at least one of
the foregoing alkylstyrene monomers. An exemplary first
polymer (for both the block copolymer and the additive
polymer) 1s polystyrene or poly(4-tert-butylstyrene).

The ethylenically unsaturated monomer can be an acrylate
or a methacrylate. In one embodiment, the first polymer has
a structure derived from an acrylate monomer represented

by formula (2):

(2)

H R,
|
T
H =0
O
H

where R, 1s a hydrogen or an alkyl group having 1 to 10
carbon atoms. Examples of the first repeat monomer are
acrylates and alkyl acrylates such as o-alkyl acrylates,
methacrylates, ethacrylates, propyl acrylates, or the like, or
a combination comprising at least one of the foregoing
acrylates.

In one embodiment, the first polymer has a structure
derived from a monomer having a structure represented by

the formula (3):

(3)

H R,
C=C
H C=0
O
R

where R, 1s a hydrogen or an alkyl group having 1 to 10
carbon atoms and R, 1s a C,_,, alkyl, a C,_,, cycloalkyl, or
a C,_,, aralkyl group. Examples of the alkyl (a-alkyl)
acrylates are methacrylate, ethacrylate, propyl acrylate,
(meth)acrylate monomers, methyl (meth)acrylate, ethyl
(meth)acrylate, n-propyl (meth)acrylate, 1sopropyl (meth)
acrylate, n-butyl (meth)acrylate, 1sobutyl (meth) acrylate,
n-pentyl (meth)acrylate, 1sopentyl (meth)acrylate, neopentyl
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(meth)acrylate, n-hexyl (meth)acrylate, cyclohexyl (meth)
acrylate, 1sobornyl (meth)acrylate, hydroxyethyl (meth)
acrylate, or the like, or a combination comprising at least one
of the foregoing acrylates. The term “(c-alkyl)acrylate™
implies that either an acrylate or (o-alkyl)acrylate 1s con-
templated unless otherwise specified.

In one embodiment, the first polymer 1s derived from a
monomer that has at least one fluorine atom substituent and
has a structure represented by the formula (4):

(4)

H R,
C=—=C
H C=0
O
R3

where R, 1s a hydrogen or an alkyl group having 1 to 10
carbon atoms and R, 1s a C,_, , fluoroalkyl group. Examples
of compounds having the structure of formula (4) are
trifluoroethyl methacrylate, and dodecafluoroheptylmeth-
acrylate. An exemplary ethylenically unsaturated monomer
tor the first polymer of the copolymer 1s methyl methacry-
late. An exemplary first polymer of the block copolymer 1s
polymethylmethacrylate.

The second polymer of the copolymer can comprise a
polymer derived from monomers of, for example, a vinyl
aromatic monomer, an ethylenically unsaturated monomer,
1-butene, 1,3-butadiene, 1soprene, vinyl acetate, dihydropy-
ran, norbornene, maleic anhydride, siloxane, or the like, or
a combination comprising at least one of the foregoing
monomers. The second contains a silicon-containing moiety
present 1 an amount of at least 10 atomic percent silicon,
specifically at least 20 atomic percent silicon and more
specifically at least 30 atomic percent silicon.

The vinyl aromatic monomer of the second polymer can
be a styrene, an alkylstyrene, or a combination thereof,
bearing a silicon moiety. The vinyl aromatic monomers are
polymerized to produce the first polymer of the block
copolymer. Examples of suitable silicon-containing alkyl-
styrenes are 4-trimethylsilylstyrene, 4-(trimethylsilylm-
cthyl)styrene, trimethyl(4-vinylphenoxy)silane, p-(t-bu-
tyldimethylsiloxy)styrene, styryl-based polyhedral
oligosilsesquioxanes such as methacryloxypropylheptai-
sobutyl-T8-s1lsequioxane, and the like.

In one embodiment, the second polymer has a structure

derived from a monomer having a structure represented by
the formula (3):

(5)

H R,
C=C
H C=0
O
R

where R, 1s a hydrogen or an alkyl group having 1 to 10
carbon atoms and R, 1s a C,_,, alkyl, a C,_,, cycloalkyl, or
a C,_,, aralkyl group, and R, 1s a silicon containing group.
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Examples of these monomers include methacryloxymethyl-
tris(trimethylsiloxy)silane, methacryloxypropylpentameth-
yldisiloxane, methacryloxymethyl)bis(trimethylsiloxy)
methylsilane,  bis(trimethylsilyl)methyl  methacrylate,
(trimethylsilyl)methyl methacrylate, methacryloxypentam-
cthyldisiloxane, methacryloxymethylphenethyltris(trimeth-
ylsiloxy)silane, methacryloxyethoxytrimethylsilane, (meth-
acryloxymethyl)dimethylethoxysilane,
methacryloxypropylheptaisobutyl-18-s1lsequioxane, (meth-
acryloxymethyl)phenyldimethylsilane,

In one embodiment, the second polymer has a structure

derived from a monomer having a structure represented by
the formula (6):

(6)

H Ry

C=C

H C=0
NH
Rg_\

where R, 1s a hydrogen or an alkyl group having 1 to 10
carbon atoms and R, 1s a C,_,, alkyl, a C,_,, cycloalkyl, or
a C,_,, aralkyl group, and R, 1s a silicon containing group.
An example of these monomers includes methacrylami-
dopropylbis(trimethylsiloxy)methylsilane.

In one embodiment, the second polymer 1s dertved from
a siloxane monomer having the structure of formula (7)

(7)

wherein each R 1s independently a C,-C,, alkyl, a C;-C,
cycloalkyl, a C.-C,, aryl, a C,-C,; alkylaryl or a C,-C, 4
arylalkyl. Combinations of the foregoing R groups can be
present 1n the same monomer. The degree of polymerization
n 1n the formula (4) can be 25 to 5,000, specifically 30 to
3,000, more specifically 50 to 1,000. The polysiloxane is the
second polymer 1s generally present 1n an amount of greater
than 15 atomic percent, specifically greater than 35 atomic
percent, specifically greater than 50 atomic percent, and
more specifically greater than 80 atomic percent, based on
the total atomic weight of the second polymer. In another
embodiment, the second polymer 1s derived from vinyl
trimethylsilane or dimethylsilabutane.

In an exemplary embodiment, the second polymer com-
prises a polydimethylsiloxane having a number average
molecular weight of 10,000 to 80,000 grams per mole,
specifically 15,000 to 40,000 grams per mole.

In another embodiment, the block copolymer comprises a
polymer with less than 10 wt % silicon that can be treated
with a subsequent “hardening” process to increase the etch
resistance of the cylinder phase (i.e., to form etch resistant
cylinders) 1n the matrix. Such hardening techniques include
metal staining and metal oxide infiltration through sequen-
tial infiltration synthesis. Block copolymers capable of hard-
enming generally comprise a first polymer that does not
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undergo hardening and a second polymer that 1s hardened by
the treatment. Generally, polymers containing polar groups
result 1n hardening, while non-polar polymers do not. Exem-
plary examples of polymers that undergo hardeming are
poly(alkylacrylates), poly(vinylpyrnidines), and the like.
Exemplary examples of block copolymers that can be hard-
ened include polystyrene-block-poly(2-vinylpyridine), poly
(t-butylstyrene-block-poly(2-vinylpyridine), polystyrene-
block-poly(4-vinylpyridine),  poly(t-butylstyrene)-block-
poly(4-vinylpynidine), polystyrene-block-poly
(methylmethacrylate), poly(t-butylstyrene)-block-poly
(methylmethacrylate), polystyrene-block-poly(lactic acid),
and polystyrene-block-poly(ethylene oxide).

The first polymer and the second polymer are present in
amounts that permit the formation of horizontal cylinders
(1.e., a cylindrical morphology) of the second polymer 1n the
block copolymer when 1t 1s disposed upon the brush. The
second polymer comprises about 5 to about 40 volume
percent of the total volume of the copolymer. If a cylindrical
composition 1s desired, the second polymer comprises about
15 to about 35 volume percent, and more specifically about
20 to about 30 volume percent of the total volume of the
copolymer. In an exemplary embodiment, the second poly-
mer comprises about 25 volume percent of the total volume
of the copolymer.

The polydispersity index of the block copolymer 1s less
than or equal to about 1.20, specifically less than or equal to
about 1.15 and specifically less than or equal to about 1.10
when determined by size exclusion chromatography (SEC)
with tetrahydrofuran (THF) as the mobile phase (at 35° C.
and a flow rate of 1 mL/min).

The weight average molecular weight of the block copo-
lymer 1s about 3 to about 150, specifically about 7.5 to about
120, specifically about 10 to about 100, and more specifi-
cally about 15 to about 80 kilograms per mole as determined
using multi-angle laser light scattering gel permeation chro-
matography and the polydispersity index. In an exemplary
embodiment, 1t 1s desirable for the block copolymer to have
a weight average molecular weight ot about 3 to about 120
kilograms per mole.

The block copolymer has an mterdomain spacing as
measured by small angle xray scattering of less than or equal
to about 60 nanometers, specifically less than or equal to
about 50 nanometers, more specifically less than or equal to
about 40 nanometers, and more specifically less than or
equal to about 36 nanometers.

In one embodiment, the blocks of the block copolymer
comprise as monomers C2-30 olefinic monomers, (meth)
acrylate monomers derived from C, _,, alcohols, 1norganic-
contaiming monomers including those based on iron, silicon,
germanium, tin, aluminum, titanium, or a combination com-
prising at least one of the foregoing monomers. In a specific
embodiment, exemplary monomers for use in the blocks can
include, as the C,_,, olefinic monomers, ethylene, propyl-
ene, 1-butene, 1,3-butadiene, 1soprene, vinyl acetate, dihy-
dropyran, norbornene, maleic anhydride, styrene, 4-hydroxy
styrene, 4-acetoxy styrene, 4-methylstyrene, or a-methylsty-
rene; and can include as (meth)acrylate monomers, methyl
(meth)acrylate, ethyl (meth)acrylate, n-propyl (meth)acry-
late, 1sopropyl (meth)acrylate, n-butyl (meth)acrylate,
1sobutyl (meth) acrylate, n-pentyl (meth)acrylate, 1sopentyl
(meth)acrylate, neopentyl (meth)acrylate, n-hexyl (meth)
acrylate, cyclohexyl (meth)acrylate, 1sobornyl (meth)acry-
late, or hydroxyethyl (meth)acrylate. Combinations of two
or more of these monomers can be used 1n the additive
polymer so long as polymer(s) derived from any one of these
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monomers 1s not contained in the block copolymer that 1s
disposed upon the additive polymer.

Exemplary blocks used 1n the additive polymer include
styrene (1.e., polystyrene blocks), or (meth)acrylate
homopolymeric blocks such as poly(methylmethacrylate);
exemplary random blocks include, for example, blocks of
styrene and methyl methacrylate (e.g., poly(styrene-co-
methyl methacrylate)), randomly copolymerized; and an
exemplary alternating copolymer block can include blocks
of styrene and maleic anhydride which 1s known to form a
styrene-maleic anhydride diad repeating structure due to the
inability of maleic anhydride to homopolymerize under most
conditions (e.g., poly(styrene-alt-maleic anhydride)). It will
be understood that such blocks are exemplary and should not
be considered to be limiting.

In another exemplary embodiment, the block copolymer
1s a poly(styrene)-block(b)-poly(alkylsiloxane), a poly
(alkylstyrene)-b-poly(alkylsiloxane), or a combination
thereof. In an exemplary embodiment, the poly(styrene)-
block(b)-poly(alkylsiloxane) 1s poly(styrene)-b-poly(dim-
cthylsiloxane), while the poly(alkylstyrene)-b-poly(alkylsi-
loxane) 1s poly(t-butylstyrene)-b-poly(dimethylsiloxane).

The poly(styrene)-b-poly(dimethylsiloxane) block copo-
lymer or the poly(t-butylstyrene)-b-poly(dimethylsiloxane)
block copolymer disclosed herein comprises a poly(sty-
rene)-b-poly(dimethylsiloxane) block copolymer compo-
nent (hereinafter PS-b-PDMS) or comprises a poly(t-butyl-
styrene)-b-poly(dimethylsiloxane) (heremnafter PtBS-b-
PDMS), wherein the block copolymer component is selected
from a single PS-b-PDMS or PtBS-b-PDMS block copoly-
mer or from a blend of at least two different PS-b-PDMS or
PtBS-b-PDMS block copolymers; wherein the average
molecular weight of the PS-b-PDMS or PtBS-b-PDMS
block copolymer component 1s 2 to 1,000 kg/mol, specifi-
cally 5 to 100; more specifically 6 to 60 kg/mol.

In one embodiment, the PS-b-PDMS or PtBS-b-PDMS

block copolymer component 1s a single PS-b-PDMS or
PtBS-b-PDMS block copolymer (not a blend of two block
copolymers); wherein the average molecular weight (as
defined hereinabove) of the PS-b-PDMS or PtBS-b-PDMS
copolymer 1s 2 to 1,000 kg/mol (specifically 5 to 100
kg/mol; more specifically 6 to 60).

In another embodiment, the PS-b-PDMS or PtBS-b-

PDMS component 1s a blend of at least two difierent
PS-b-PDMS or PtBS-b-PDMS block copolymers; wherein
the average molecular weight (as defined hereinabove) of
the blend of PS-b-PDMS or PtBS-b-PDMS block copoly-
mers 1s 25 to 1,000 kg/mol, specifically 30 to 1,000 kg/mol;

more specifically 30 to 100; most Speuﬁcally 30 to 60
kg/mol. In an exemplary embodiment, the PS-b-PDMS or
PtBS-b-PDMS block copolymer component 1s a blend of at
least two different PS-b-PDMS or PtBS-b-PDMS block
copolymers; wherein the at least two different PS-b-PDMS
or PtBS-b-PDMS block copolymers are selected from PS-b-
PDMS or PtBS-b-PDMS block copolymers having a num-
ber average molecular weight, M , of 1 to 1,000 kg/mol; a
polydispersity, PD, of 1 to 3, specifically 1 to 2, most
specifically 1 to 1.2; and, a poly(dimethylsiloxane) weight
fraction, Wi,,,,, of 0.18 to 0.8, specifically 0.18 to 0.35
when the desired morphology comprises polydimethylsilox-
ane cylinders 1n a polystyrene matrix. It 1s to be noted that
a block copolymer blend can comprise a PS-b-PDMS block
copolymer and a PtBS-b-PDMS block copolymer.

The PS-b-PDMS or PtBS-b-PDMS block copolymer
desirably has an overall molecular weight and polydispersity
amenable to further processing. In an embodiment, the block
copolymer has a weight-average molecular weight (Mw) of
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10,000 to 200,000 g/mol. Stmilarly, the block copolymer has
a number averaged molecular weight (Mn) of 5,000 to
200,000. The block copolymer can also have a polydisper-
sity (Mw/Mn) of 1.01 to 6. In an embodiment, the polydis-
persity of the block copolymer 1s 1.01 to 1.5, specifically
1.01 to 1.2, and still more specifically 1.01 to 1.1. Molecular
weight, both Mw and Mn, can be determined by, for
example, gel permeation chromatography using a universal
calibration method, and calibrated to polystyrene standards.

The PS-b-PDMS or PtBS-b-PDMS block copolymer fur-
ther comprises a solvent. Solvents suitable for use 1n the
PS-b-PDMS or PtBS-b-PDMS block copolymer include
liquids that are able to disperse the PS-b-PDMS or PtBS-
b-PDMS block copolymer component into particles or
aggregates having an average hydrodynamic diameter of
less than 50 nanometers (nm) as measured by dynamic light
scattering. Specifically, the solvent used 1s selected from
propylene glycol monomethyl ether acetate (PGMEA),
cthoxyethyl propionate, anisole, ethyl lactate, 2-heptanone,
cyclohexanone, amyl acetate, vy-butyrolactone (GBL),
n-methylpyrrolidone (NMP) and toluene. More specifically,
the solvent used 1s selected from propylene glycol monom-
cthyl ether acetate (PGMEA) and toluene. Most specifically,
the solvent used 1s toluene or propylene glycol monomethyl
cther acetate.

The composition containing the block copolymer may
optionally further comprise an additive. Additional polymers
(including homopolymers and random copolymers); surfac-
tants; antioxidants; photoacid generators; thermal acid gen-
erators; quenchers; hardeners; adhesion promoters; dissolu-
tion rate modifiers; photocuring agents; photosensitizers;
acid amplifiers; plasticizers; and cross linking agents may
also be added to the composition. Preferred additives for use
in composition that contain PS-b-PDMS or PtBS-b-PDMS
block copolymer include surfactants and antioxidants.

The block copolymer 1s present 1n the composition 1n an
amount of 80 to 99 wt %, preferably 85 to 98 wt %, based
on the total weight of the block copolymer and the additive
polymer in the composition. In an exemplary embodiment,
the block copolymer is present 1n an amount of 90 to 97 wt
%, based on the total weight of the block copolymer and the
additive polymer 1n the composition.

In an embodiment, the additive polymer 1s a bottlebrush
polymer or copolymer that has a lower or higher surface
energy than the block copolymer. As noted above, the
bottlebrush polymer may comprise a polymeric chain back-
bone and a grafted polymer (that 1s graited onto the chain
backbone) both of which comprise a single polymer (e.g., a
third polymer). In other words, the polymeric chain back-
bone and the graft polymer both comprise the third polymer.
The third polymer comprises polymers such as poly(aro-
matics) and poly(alkenyl aromatics) (polystyrene, poly(t-
butylstyrene) poly(2-vinyl pyridine), and the like), poly
(alkyl (meth)acrylates) (poly(methyl methacrylate), poly
(ethyl methacrylate), poly(trimethylsilylmethyl
methacrylate), and the like), polybutadiene, polyisoprene,
polysiloxanes (polydimethylsiloxane, poly(methylphenylsi-
loxane); or the like, or a combination thereof. The combi-
nation includes the use of two bottlebrush polymers without
them having a bond that links them together. In one exem-
plary embodiment, the polymeric chain backbone and the
grafted polymer both comprise either a polystyrene or a
polyalkyl(meth)acrylate.

In another embodiment, the bottlebrush polymer can
comprise a graft polymer where the polymeric chain back-
bone 1s different from the graft polymer. The polymeric
chain backbone 1s termed the third polymer while the graft
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polymer 1s termed the fourth polymer. In one embodiment,
a polymer that 1s used as the polymer chain backbone 1in one
bottlebrush polymer may be used as the grait polymer in
another bottlebrush polymer, while the graft polymer in one
bottlebrush polymer may be used as the polymer chain
backbone 1n another bottlebrush polymer.

In one embodiment, the backbone polymer can be one that
comprises a stramned ring along the chain backbone. In
another embodiment, the backbone polymer can be a poly-
acetal, a polyacrylic, a polycarbonate, a polystyrene, a
polyester, a polyamide, a polyamideimide, a polyarylate, a
polyarylsulfone, a polyethersulione, a polyphenylene sul-
fide, a polyvinyl chloride, a polysulione, a polyimide, a
polyetherimide, a polytetratluoroethylene, a polyetherke-
tone, a polyether etherketone, a polyether ketone ketone, a
polybenzoxazole, a polyoxadiazole, a polybenzothiazino-
phenothiazine, a polybenzothiazole, a polypyrazinoquinoxa-
line, a polypyromellitimide, a polyquinoxaline, a polyben-
zimidazole, a polyoxindole, a polyoxoisoindoline, a
polydioxoisoindoline, a polytriazine, a polypyridazine, a
polypiperazine, a polypynidine, a polypiperidine, a polytri-
azole, a polypyrazole, a polypyrrolidine, a polycarborane, a
polyoxabicyclononane, a polydibenzoturan, a polyphtha-
lide, a polyanhydride, a polyvinyl ether, a polyvinyl thio-
cther, a polyvinyl alcohol, a polyvinyl ketone, a polyvinyl
halide, a polyvinyl nitrile, a polyvinyl ester, a polysulionate,
a polynorbornene, a polysulfide, a polythioester, a polysul-
fonamide, a polyurea, a polyphosphazene, a polysilazane, a
polyurethane, or the like, or a combination including at least
one of the foregoing polymers. In an exemplary embodi-
ment, the backbone polymer 1s polynorbornene. The ring of
the polynorbornene repeat units may, if desired, be substi-
tuted with an alkyl group, an araalkyl group, or an aryl
group. In another exemplary embodiment, the backbone
polymer 1s poly(norbormene-2,3-dicarboximide).

Examples of grait copolymers are poly(styrene-g-vinyl
pyridine), poly(vinyl pyridine-g-styrene), poly(styrene-g-
butadiene), poly(butadiene-g-styrene), poly(styrene-g-1so-
prene), poly(isoprene-g-styrene), poly(styrene-g-methyl
methacrylate), poly(methyl methacrylate-g-styrene), poly(t-
butylstyrene-g-methyl methacrylate), poly(methyl meth-
acrylate-g-t-butylstyrene), poly(styrene-g-alkenyl aromat-
ics), poly(alkenyl aromatics-g-styrene), poly(isoprene-g-
cthylene oxide), poly(ethylene oxide-g-isoprene), poly
(styrene-g-(ethylene-propylene)), poly(ethylene-
propylene)-g-styrene), poly(ethylene oxide-g-caprolactone),
poly(caprolactone-g-ethylene oxide), poly(ethylene oxide-
g-caprolactone), poly(butadiene-g-ethylene oxide), poly
(ethylene oxide-g-butadiene), poly(styrene-g-t-butyl (meth)
acrylate), poly((t-butyl (meth)acrylate)-g-styrene), poly(t-
butyl methacrylate-g-methyl methacrylate), poly(ethylene
oxide-g-propylene oxide), poly(propylene oxide-g-ethylene
oxide), poly(styrene-g-tetrahydrofuran), poly(tetrahydro-
furan-g-styrene), poly(styrene-g-1soprene-g-cthylene
oxide), poly(styrene-g-dimethylsiloxane), poly(dimethylsi-
loxane-g-styrene), poly(t-butylstyrene-g-dimethylsiloxane),
poly(dimethylsiloxane-g-t-butylstyrene),  poly(styrene-g-
trimethylsilylmethyl methacrylate), poly(trimethylsilylm-
cthyl methacrylate-g-styrene), poly(methyl methacrylate-g-
dimethylsiloxane), poly(dimethylsiloxane-g-methyl
methacrylate), poly(methyl methacrylate-g-trimethylsilylm-
cthyl methacrylate), poly(trimethylsilylmethyl methacry-
late-g-methyl methacrylate), poly(norbornene-g-polysty-
rene), poly(norbornene-g-polymethylmethacrylate), poly
(norbornene-g-poly(styrene-r-methylmethacrylate)), poly
(norbornene-g-polystyrene-g-polymethylmethacrylate),
poly(norbornene-2,3-dicarboximide-g-polymethylmeth-
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acrylate), poly(norbornene-2,3-dicarboximide-g-polysty-
rene), poly(norbornene-g-poly(styrene-r-methylmethacry-

late)), poly(norbornene-g-polydimethylsiloxane), poly
(norbornene-2,3-dicarboximide-g-polydimethylsiloxane),

poly(norbornene-g-polydimethylsiloxane), poly(nor-
bomene-g-poly(4-vinylphenol)), poly(norbornene-g-poly
(lactic acid)) or the like, or a combination thereof. The term
“combination” 1ncludes the use of two bottlebrush copoly-
mers without them having a bond that links them together.

Exemplary additive polymers are poly(norbornene-g-
polydimethylsiloxane),  poly(norbornene-g-poly(4-vinyl-
phenol)), and poly(norbornene-g-poly(lactic acid)).

In one embodiment, 1n using the composition comprising,
the additive polymer and the block copolymer, the compo-
sition 1s first disposed on the substrate. The substrate may be
cleaned with a solvent prior to disposing the additive poly-
mer on the substrate. Both the additive polymer and block
copolymer may be subjected to purification steps prior to
being mixed together 1n a solvent and then disposed upon the
substrate. Purification may involve centrifugation, filtration,
distillation, decantation, evaporation, treatment with 1on
exchange beads, and the like.

The substrate modification polymers are functionalized
with a reactive group to facilitate bond formation or com-
plexation or coordination with the substrate that the com-
position 1s disposed on. The reactive groups are detailed
below.

As detailed above, in one embodiment, the substrate
modification polymer comprises at least two polymers (one
being the polymeric chain backbone and the other being the
polymer graft that 1s graited onto the chain backbone) that
are chemically 1dentical to the two polymers of the block
copolymer, but that are arranged 1n the form of a bottlebrush
polymer. In another embodiment, one or both polymers of
the substrate modification polymer can be chemically dif-
ferent from one or both monomers used to make the block
copolymer but their respective polymers have a chemical
aflinity (1.e., they are miscible with one another i all
proportions) for the one or both polymers of the block
copolymer. The substrate modification polymer generally
has one or more reactive groups that can facilitate a reaction
with the substrate (1.e., between the additive polymer and the
substrate) but does not undergo reaction with 1itself or other
components of the additive polymer (in other words, i1t does
not become crosslinked after processing on the substrate). In
this fashion, the substrate modification polymer forms a
brush layer with self-limiting thickness. The substrate modi-
fication polymer also does not undergo any reaction with the
block copolymer. In an exemplary embodiment, the reactive
end group can be a hydroxyl moiety, an ester moiety, a
carboxylic acid moiety, an amine moiety, a thiol moiety, or
the like.

When the additive polymer 1s a bottlebrush polymer, the
polymeric chain backbone has a weight average molecular
weight of 1000 to 100000 grams per mole, preferably S000
to 50000 grams per mole. The grait polymer has a weight
average molecular weight of 500 to 100000 grams per mole,
preferably 1000 to 20000 grams per mole. The grait polymer
may be disposed along the entire length of the polymeric
chain backbone or along only a portion of the polymeric
chain backbone. The average molecular weight between
successive gralts disposed on the polymeric chain backbone
1s 100 to 3500 grams per mole. In an exemplary embodiment,
the graft polymer may be disposed along the entire length of
the polymeric chain backbone.

When the additive polymer 1s a bottlebrush copolymer,
the polymeric chain backbone 1s present in an amount of 90

10

15

20

25

30

35

40

45

50

55

60

65

18

to 50 mol %, specifically 75 to 50 mol %, based on the total
moles of backbone and graft polymer. Accordingly, the graft
polymer 1s present in the copolymer 1n an amount of 10 to
50 mol %, specifically 25 to 50 mol %, based on the total
moles of backbone and grait polymer. In an exemplary
embodiment, if the bottlebrush 1s a homopolymer of the
macromonomer, then the molar ratio of backbone to grait 1s
1:1.

The polydispersity index of the polymer chain backbone
1s less than or equal to about 3, specifically less than or equal
to about 2 and specifically less than or equal to about 1.50
when determined by size exclusion chromatography (SEC)
with tetrahydrofuran or chloroform as the mobile phase (at
35° C. and a flow rate of 1 mL/min). The polydispersity
index of the grait polymer 1s less than or equal to about 3,
specifically less than or equal to about 2 and specifically less
than or equal to about 1.50 when determined by size
exclusion chromatography (SEC) with tetrahydrofuran or
chloroform as the mobile phase (at 35° C. and a flow rate of
1 mL/min).

The weight average molecular weight of the bottlebrush
polymer 1s about 10 to about 1000 kilograms per mole, more
specifically about 50 to about 500 kilograms per mole as
determined using multi-angle laser light scattering gel per-
meation chromatography and the polydispersity index. In an
exemplary embodiment, it 1s desirable for the bottlebrush
polymer to have a weight average molecular weight of about
80 to about 300 kilograms per mole.

The additive polymer 1s present in the composition 1n an
amount of 1 to 20 wt %, specifically 2 to 15 wt % and 3 to
10 wt %, based on the total weight of the block copolymer
and the additive polymer 1n the composition.

In an embodiment, the substrate modification polymer
functions as an embedded substrate modification layer
(when disposed on a substrate) and can be characterized as
having a surface tension that matches or 1s similar to the
individual surface tension of the matrix polymer of the block
copolymer. In other words, the surface free energy of the
additive polymer provides a preferential interaction with the
matrix block of the block copolymer.

In an embodiment, the substrate modification polymer
comprises a polymer that comprises a reactive functional
group that can react with a functional group upon the surface
of the substrate to form a brush on the substrate. The
substrate modification polymer 1s then described as being 1n
the form of a brush on the surface of the substrate.

The substrate modification polymer has a lower number
average molecular weight than that of the block copolymer
and can comprise a diflerent number of moles of the first
monomer or polymer (also called the third polymer) and the
second monomer or polymer (also called the fourth poly-
mer) when compared with the block copolymer.

In an exemplary embodiment, the substrate modification
polymer has a number average molecular weight of 5 to 100
kilograms per mole, preferably 7 to 50 kilograms per mole.
The polydispersity index for the substrate modification

polymer 1s 1.05 to 2.5, preferably 1.10 to 1.60. When the
block copolymer 1s PS-block-PDMS, the substrate modifi-
cation polymer can be polystyrene or any other polymer
with a preferential interaction with styrene relative to
PDMS.

Exemplary substrate modification polymers are hydroxyl
end-functional polystyrene or poly(styrene-r-hydroxyethyl
methacrylate).

The block copolymer, the additive polymer, and the
substrate modification polymer can be manufactured 1n a
batch process or 1n a continuous process. The batch process
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or the continuous process can involve a single or multiple
reactors, single or multiple solvent and single or multiple
catalysts (also termed 1nitiators).

In one embodiment, the block copolymer can contain
anti-oxidants, anti-ozonants, mold release agents, thermal
stabilizers, levelers, viscosity modifying agents, free-radical
quenching agents, other polymers or copolymers such as
impact modifiers, or the like. The composition can also
include an embedded neutral layer to facilitate perpendicular
domain onentation i block copolymers having a large
mismatch in surface tension of the first and second blocks.
In some embodiments, the bottlebrush polymer can also
function as an embedded neutral layer.

In the preparation of the additive polymer, the third
monomer ({from which the third polymer 1s obtained) and/or
the fourth monomer (from which the fourth polymer 1s
obtained), the solvent(s) and initiators are added to the
reaction vessel 1n the desired ratios. The contents of the
vessel are subjected to heat and agitation to produce the
additive polymer. The additive polymer 1s then precipitated
from solution and subjected to further processing as 1is
detailed below.

The block copolymer and the additive polymer after
purification may be dissolved 1n a solvent and then disposed
upon the surface of a substrate to form a block copolymer
film whose blocks are perpendicular in orientation to the
surface of the substrate. In one embodiment, the surface of
the substrate may contain a brush or crosslinked mat as an
optional surface modification layer disposed thereon prior to
the disposing of the block copolymer onto the surface of the
substrate.

In one embodiment, the substrate may contain a layer of
a polymer that 1s crosslinked after being disposed upon the
substrate. The layer 1s formed by disposing a polymer
having reactive substituents along the chain backbone
capable of reacting either with 1tself or a crosslink-inducing
additive to form bonds or crosslinks between individual
chains of the polymer after 1t 1s disposed upon the substrate.
A layer crosslinked in this manner 1s then described as being,
in the form of a mat or mat-like film on the surface of the
substrate. This 1s distinguished from the bottlebrush poly-
mer, which 1s not crosslinked on or reacted with the sub-
strate.

The substrate can also be patterned such that some areas
result 1n perpendicular orientation while others induce a
parallel orientation of the domains of the composition. The
substrate can also be patterned such that some regions
selectively interact, or pin, a domain of the block copolymer
to induce order and registration of the block copolymer
morphology. The substrate can also have topography that
induces the alignment and registration of one or more of the
domains of the composition. The composition after being
disposed upon the substrate 1s optionally heated to a tem-
perature of up to 400° C. for up to 4 hours to both remove
solvent and to form the domains i1n an annealing process.
Preferred annealing temperatures are dependent on the spe-
cific composition ol the polymers employed. Generally,
annealing 1s conducted at a temperature above the highest
glass transition temperature of the block copolymer but
below the order-disorder transition temperature (1.e. the
temperature at which the block copolymer undergoes a
transition from an ordered, phase separated state to a homo-
geneous melt) and the decomposition temperature of the
polymers. When PS-b-PDMS i1s employed as the block
copolymer, annealing i1s generally conducted between 180 to
350° C. The annealing of the composition can be used to
vary the imterdomain spacing (1.e., the periodicity) of the

10

15

20

25

30

35

40

45

50

55

60

65

20

cylindrical and/or lamellar domains. The size of the domains
can also be varied by annealing.

The solvent that the composition 1s dissolved 1n prior to
being disposed upon the substrate may be one of those listed
above. Examples of useful solvents for compatibilizing the
composition are propylene glycol monomethyl ether acetate,
propylene glycol monomethyl ether, toluene, anisole, n-bu-
tylacetate, 1sobutylisobutyrate, benzyl benzoate, cyclo-
hexanone, methyl-2-hydroxyisobutryate, gamma-butyrolac-
tone, propylene glycol ethyl ether, ethyl lactate, and the like.
A preterred solvent 1s propylene glycol monomethyl ether
acetate.

The domains of the block copolymer upon annealing form
perpendicular to the substrate and the first polymer aligns to
the pattern created on the first domain to the “pmning”
feature on the substrate, and the second polymer forms a
second domain on the substrate aligned adjacent to the first
domain. One of the domains of the block copolymer (formed
from either the first polymer of the copolymer or the second
polymer of the copolymer) may then be preferentially etched
away. A relief pattern 1s then formed by removing either the
first or second domain to expose an underlying portion of the
surface modification layer. In an embodiment, removing 1s
accomplished by a wet etch method, developing, or a dry
etch method using a plasma such as an oxygen plasma. The
block copolymer with at least one domain removed 1s then
used as a template to decorate or manufacture other surfaces
that may be used 1n fields such as electronics, semiconduc-
tors, and the like.

The ivention 1s further illustrated by the following
non-limiting examples.

EXAMPLES

The following examples are paper examples that demon-
strate than when the composition contains a block copoly-
mer and a bottlebrush polymer or copolymer, defects are
minimized and cylindrical domains that extend through most
of the length of the hole (in the photoresist) are produced.
We performed seli-consistent field theory (SCEF'T) simula-
tions on various DSA scenarios for linear diblock copoly-
mers and blends of linear diblocks with bottlebrush poly-
mers. We explored the defect formation energy of a common
defect mode as a function of hole size to determine the hole
s1ze process window over which low defectivity could be
expected. In these simulations, we seed 1n a defect structure
and calculate 1ts free energy, ¥, ..., and compare that to the
free energy of the defect-iree state, F. ,, .. The difference 1n
energy of these two states 1s defined as the defect formation
free energy, AF , ..

AL defecr:F d’efecr_F ideal (1)

Both the linear AB diblock copolymers and the bottle
brush copolymers and homopolymers are modeled with the
continuous Gaussian chain model (see: Fredrickson, G. H.;
“The Equilibrium Theory of Inhomogeneous Polymers.”
Clarendon Press, Oxtford, 2006). The linear AB diblock
copolymer 1s assumed to contain a total of N statistical
segments, a fraction 1 of which are species A. The backbone
of the bottle brush polymer 1s comprised of species C and
has N . statistical segments, while grafted arms of species A
and B have, respectively, N, and N statistical segments.
The diblock chain length N 1s used as a reference chain
length; the symbol a 1s used to denote relative chain lengths
of the backbone and grafted arms of the bottle brush relative
to the diblock length. The grafts (side arms) along the
backbone are assumed to be uniformly spaced, with the
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number of grafts per scaled length of the backbone denoted
by a and fixed at a value of 50, which 1s representative of the
experimental examples. Through-space distances are mea-
sured 1n units of the unperturbed radius of gyration, R, of
the diblock copolymer.

The binary contact interactions between polymer statisti-
cal segments are described using Flory-Huggins parameters.
The A-B segmental interaction 1s denoted by 7y, the inter-
actions between A or B segments and the confinement
boundaries or “walls” 1n the simulation are denoted b i , or
Y.z respectively, and the interactions between the backbone
C of the bottle brush and the other segment types and walls
1s denoted v .., ... Since the C backbone i1s largely shielded
by its surrounding grafts at the high grafting densities
considered here, the simulations prove insensitive to
Y oo SO WE set all such interaction strengths to zero for
convenience. Finally, the polymer melt 1s assumed to be
nearly incompressible, so that the sum of A, B, C, and wall

densities 1s uniform 1in the system.
In summary, the SCFT model and simulation results are
described by the following parameters:

¥ N Segregation strength of the AB diblock copolymer

R, Radius of gyration of the AB diblock copolymer—the
reference lengthscale for domain sizes and periods and

confinement dimensions.

Segregation strength that controls the relative attraction

of A or B polymer segments (of either diblock or

bottle brush) to the wall

f Volume fraction of the minority A block of the linear

AB diblock copolymer

Segregation strength of the backbone of the bottlebrush

from the other polymer components in the system.

Chosen here to be zero.

%WN = (XWAN —
%WBN )/ 2

%Backbc}n e-oth E‘P’N

s yohbone Bottlebrush backbone length scaled relative to the
linear AB diblock copolymer length, N /N

Cles docrmm A or B graft length of the bottlebrush polymer scaled
relative to the linear AB diblock copolymer length,
N /N or Ny/N

O Grafting density: the number of grafted arms per scaled
length of the bottlebrush backbone, a,,_;z.,... Chosen
here to be 50.

CD_, iz Critical dimension of the guide hole

Algorithms for conducting SCFT simulations of such
polymer blend models are described in the monograph,
Fredrickson, G. H.; “The Equilibrium Theory of Inhomo-
geneous Polymers.” Clarendon Press, Oxford, 2006. A
model and algorithm specific to the confined DSA simula-
tions reported here are described in the publication “Micro-

domain Ordering 1n Laterally Confined Block Copolymer
Thin Films”, A. W. Bosse, C. J. Garcia-Cervera, and G. H.

Fredrickson, Macromolecules 40, 9570 (2007). A computer
code for conducting SCFT simulations of both bulk and
confined polymer systems, PolyFTS, 1s available for license
from the University of Califorma, Santa Barbara.

Comparative Example A

This 1s a comparative example that demonstrates behavior
of a A-B linear block copolymer disposed and annealed 1n a
contact hole (i.e. contact hole shrink). This example does not
contain a bottlebrush polymer. It 1s a paper example that 1s
based ofl of calculations using self-consistent field theoreti-
cal simulations. The structures and defect formation energies
for a hole shrink with a linear PS-b-PMMA diblock copo-
lymer were calculated. For the simulation, the following
parameters were chosen: PS-b-PMMA was the block copo-
lymer, 1,,,,,,=0.3, yN=25, v N=-32 (minor block A attrac-
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tive, e.g., PMMA 1n PS-b-PMMA), and the radius of gyra-
tion Rg=7.2 mm CD was varied from 8 to 10 Rg and the

guide

hole depth=15 Rg. The calculated structures of the ideal
morphology and the “four bead defect” commonly observed
for this type ot DSA when CD,_,, ,, deviates from the 1deal
s1ze are respectively shown 1 FIGS. 5(A) and 5(B). These
structures were calculated for a range of hole CD, and the
defect formation energy was then calculated. FIG. 6 shows

the defect formation energy (of the four bead defect) as a
function of hole CD. When CD_,,, =10 Rg, the defect

uide
formation energy reaches a maximum value of ~30 kT.
However, the defect formation energy rapidly declines as
CD,,.;4. moves away trom this optimal value, indicating that
low defectivity would only occur across a narrow range of
CD,,.4. Values centered around 10 Rg.

Example 1

This 1s a paper example that demonstrates hole shrink
with linear PS-b-PMMA diblock copolymer/bottlebrush
polymer blends. Structures and defect formation energies for
hole shrink with a blend of a linear PS-b-PMMA diblock
copolymer and a polymethylmethacrylate (PMMA) bottle-
brush polymer were calculated. The PMMA bottlebrush
polymer has a polymeric chain backbone and grait polymers
both of which comprise PMMA. For the simulation, the
following parameters were chosen: PS-b-PMMA was the
block copolymer, 10 volume percent (%) PMMA bottle-
brush was added to the diblock copolymer, yN=25,
XBackbone-ohe 05 Y%, N==32" (PMMA  attractive),
e, =01, Qg . =0.6, 1.2, 1.8 and 2.4, and the graft-
ing density was chosen to be 50. CD,,,,, was varied tfrom 8

i

to 10 Rg, and hole depth=15 Rg. Whereas the linear diblock
had a defect formation energy of 50 kT at CD=10 Rg and a
steep decline away from this optimal CD_,,,, value (FIG. 6),
the blends of linear diblock and bottlebrush resulted 1n an
unstable defect that immediately healed to the ideal state
across a wide range ot CD_ . ,.. This eftect was observed for
bottlebrushes at all studied backbone lengths (o5, ;... .=0.6,
1.2, 1.8 and 2.4). Since the defect was immediately healed,
the defect state 1s inherently unstable, so no defect formation
energy can be calculated. From these simulation results,
addition of the bottlebrush gave a much wider process
window for DSA relative to the linear diblock of Compara-

tive Example A alone.

Example 2
This 1s another paper example that demonstrates the effect
of bottlebrush loading, 1.e. volume fraction in the blend, on
hole shrink with linear PS-b-PMMA diblock copolymer/
bottlebrush polymer blends.

Structures and defect formation energies for hole shrink
with a blend of a linear PS-b-PMMA diblock copolymer and
a PMMA bottlebrush were calculated, this time with varying
loading of the bottlebrush. For the simulation, the following
parameters were chosen: PS-b-PMMA was the block copo-
lymer, yN=23, %5 17 . N=0,y N=-32 (PMMA attrac-
ve), Qg arpone—2-4, gratting density ot 50, CD_,, ;=10 Rg,
and hole depth=15 Rg. Three values of bottlebrush arm
length were examined, o, . =0.05 0.1, and 0.2, and
bottlebrush loading was varied from O to 10 volume %.
Defect formation energy as a function of bottlebrush loading
1s shown in FIG. 7. For all studied bottlebrush lengths,
defect formation energy increased immediately with only 1
vol % bottlebrush and increased further with continuing

addition of bottlebrush until the defects became unstable and
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melted to the perfect state, at which point the defect forma-
tion energies were incalculable. The bottlebrush with short-
est arms, A, .. ... =0.05, showed the highest defect forma-
tion energies and resulted 1n totally unstable defects at the
lowest volume percentage.

Example 3

l

This 1s another paper example that demonstrates the effect
of bottlebrush grafting density on hole shrink with linear
PS-b-PMMA diblock copolymer/bottlebrush polymer
blends. Structures and defect formation energies for hole
shrink with a blend of a linear PS-b-PMMA diblock copo-
lymer and a PMMA bottlebrush were calculated, this time
with varying the grafting density of the bottlebrush. For the
simulation, the following parameters were chosen: PS-b-

PMMA  was the block copolymer,  yN=25,
A Bacibone-ohe =0, L ,N=32  (PMMA  attractive),
Cciomrm=0.1, Oz .. =24 4 wvol % bottlebrush,

CD,,;2.=10 Rg, and hole depth=15 Rg. Four values of

bottlebrush grafting density were examined, 235, 33, 30, 66
and 75. Defect formation energy as a function of grafting
density 1s shown 1n FIG. 7. At a grafting density of 23, the
defect was unstable and immediately healed to the perfect
state. As grafting density increased to 33 and above, the
defect formation energies were calculable and decreased
slightly from 145 to 116 k'T. However, all cases were much
higher than the case without bottlebrush 1n Comparative
Example A, which showed a defect formation energy of 52.5

KT.

Example 4

This 1s another paper example that details hole shrink with
compositions that comprise linear PS-b-PMMA diblock
copolymer/bottlebrush polymer blends. Structures and
defect formation energies for hole shrink with a blend of a
linear PS-b-PMMA diblock copolymer and both polystyrene
(PS) and polymethylmethacrylate (PMMA) polymeric
bottlebrushes. For the simulation, the following parameters
were chosen: PS-b-PMMA was the block copolymer,
YIN=25, Y5 1500 o AN=0, %, N==32 (PMMA attractive),

Cg. 1r...—2.4,  gralfting  density=50,
CD,,;2.=10 Rg, and hole depth=15 Rg. Various vol % of

both PS and PMMA bottlebrushes were added, and the

(“four bead”) defect formation energies of the corresponding
ternary blends are summarized in Table 1 below. Results for
binary blends with PMMA-bottlebrushes (BB) and PS-
bottlebrushes are shown 1n the FIG. 8; PMMA-BB was more
cllective than the PS-BB at increasing the defect formation
energy, although both additives did increase the energy over
the baseline with no added. BB. At a constant loading of
PMMA-BB, increasing the volume of PS-BB caused the
defects to become slightly less costly until the point that they
lost stability. This data shows that blends of linear PS-b-
PMMA diblock and both PS-BB and PMMA-BB have better

defectivity properties than pure linear diblock copolymers.

aSz’dearm:O' 1 3

Table 1 shows defect formation energy for a linecar AB
diblock copolymer blended with various amounts of PS-BB
and PMMA-BB in a cylindrical prepattern with PMMA -
block-attractive walls and substrate. Cells without numbers
indicate the defects were unstable and thus their formation
energy was incalculable.
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TABLE 1

PS-BB (vol %)

Vol% O 1 2 3 4 5 o6 7 8 9 10

PMMA-BB 52 80 B2 84 85 BO6 8O 8> ¥4 R3 R2
(vol %) 95 95 96 93 91 88 RB6 —

111 113 112 100 96

123 115 111 107 —

139

140

OO 0 -1y W — O

 —

Comparative Example B

This 1s a paper example that demonstrates the effect of
bottlebrush grafting density on line/space graphoepitaxy
with linear diblock copolymer/bottlebrush polymer blends.
In this comparative example, structures and defect formation
energies for line/space graphoepitaxy with a linear PS-b-
PDMS diblock copolymer were calculated. For the simula-
tion, the following parameters were chosen: PS-h-PDMS
was the block copolymer, ¥yN=33 (corresponding to PS-b-
PDMS with M (PS)=44 kg/mol and M (PDMS)=14
kg/mol), v N=32 (minor block PDMS attractive walls), and
trench depth=3 Rg (where Rg=6.6 nm). Structures and
defect formation energies for the block copolymer 1in
trenches designed to hold four cylinders were calculated.
PDMS density maps of the i1deal state and a representative
“disclination type” defect are shown 1n FIG. 9. Trench width
was varied to study the impact of trench width on defect
formation energy, and the results are plotted in FIG. 10. A
defect formation energy of >30 kT 1s required to achieve the
desired defect density of <0.01 defects per cm®. For the
linear diblock, the defect formation energy reached a maxi-
mum of 48 kT at a trench width of 17.4 Rg, and the defect
formation energy declined as the trench varied away from
this optimal value. The process window, defined as the range
of trench width for which the defect formation energy was
above the 30 kT threshold, was approximately 5 Rg.

Example 5

This 1s a paper example that demonstrates the effect of
bottlebrush grafting density on line/space graphoepitaxy
with linear diblock copolymer/bottlebrush polymer blends.
Structures and defect formation energies for line/space gra-
phoepitaxy with a blend of a linear PS-b-PDMS diblock
copolymer and a bottlebrush polymer with PS arms were

calculated. For the simulation, the following parameters
were chosen: PS-b-PDMS was the block copolymer, yIN=33

(corresponding to PS-b-PDMS with M_(PS)=44 kg/mol and
M,,(PDMS)=14 kg/mol), ¥ gacrsone-omerN=0 %, N==32 (mi-
nor block PDMS attractive), a., .. ..=0.1, a5 .. =0.6,
grafting density=30, 10 vol % BB, trench depth=3 Rg
(where Rg=6.6 nm). The structures and defect formation
energies for the block copolymer in trenches designed to
hold four cylinders were calculated. Trench width was again
varied to study the impact of trench width on defect forma-
tion energy, and the results are plotted 1n FIG. 11. A defect
formation energy of >30 kT 1s required to achieve the
desired defect density of <0.01 defects per cm”.
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For the case of the bottlebrush with PS arms, the maxi-
mum defect formation energy was lower (35 kT) than for the
linear diblock 1n Comparative Example B (48 k'T'), and the
optimal trench width increased to 19.2 Rg. The defect
formation energy again decreased as the trench varied away
from this optimal value. The process window, defined as the
range of trench width for which the defect formation energy
was above the 30 kT threshold, was approximately 3 Rg.

This shows that adding a bottlebrush polymer comprising
arms that are similar 1n chemistry to those of the majority
block, 1.e., PS-BB into a PS-b-PDMS diblock with majority
PS, gives worse DSA results 1n a line/space configuration
than the neat linear diblock alone.

Example 6

This 1s another paper example that details the effect of
bottlebrush grafting density on line/space graphoepitaxy
with linear diblock copolymer/bottlebrush polymer blends.
Structures and defect formation energies for line/space gra-
phoepitaxy with a blend of a linear PS-b-PDMS diblock
copolymer and a bottlebrush polymer with PDMS arms were
calculated. For the simulation, the following parameters
were chosen: PS-b-PDMS was the block copolymer, wIN=33
(corresponding to PS-b-PDMS with M_ (PS)=44 kg/mol and
M, (PDMS)=14 kg/mol). %s,ctsone-ormer N0, %, N==32 (mi-
nor block A attractive), a._, ... =0.1, a5 ... =0.6, grafting
density=0.5, and trench depth=3 Rg (where Rg=6.6 nm).
Structures and defect formation energies for the block copo-
lymer 1n trenches designed to hold four cylinders were
calculated. Two different loadings of the PDMS bottlebrush,
4 vol % and 10 vol %, were examined. Trench width was
again varied to study the impact of trench width on defect
formation energy, and the results are plotted in FIG. 10.

When 10 vol % of the PDMS bottlebrush was added to the
composition, the defects became unstable and were 1mme-
diately healed to a perfect state. In other words, the cast
composition was defect free. Accordingly, the defect forma-
tion energy could not be calculated. At only 4 vol % PDMS
bottlebrush content in the composition, the maximum defect
formation energy was higher (52 k'T') than for only the linear
diblock 1n Comparative Example B (48 k1), and the optimal
trench width increased to 20 Rg. The defect formation
energy again declined as the trench varied away from this
optimal value, but the process window where the energy was
above 30 kT was approximately 7 Rg, larger than for the
linear diblock alone 1n Comparative Example B (5 Rg).

This data shows adding bottlebrush with minority block
preferential arms, 1.e., PDMS-BB into a PS-b-PDMS
diblock with majority PS, improves both the defect density
and process window for line/space graphoepitaxy DSA
when compared to the neat linear diblock alone.

Example 7

This 1s another paper example that details the effect of
adding bottlebrush grafting density on line/space graphoepi-
taxy with linear diblock copolymer/bottlebrush polymer
blends. Structures and defect formation energies for line/
space graphoepitaxy with blend of a linear PS-b-PDMS
diblock copolymer and various loadings of bottlebrush poly-
mers with both PDMS arms (PDMS-BB) and PS arms
(PS-BB). For the simulations, the following parameters were
chosen: PS-b-PDMS was the block copolymer, yIN=33 (N
was scaled by '3 for stable SCFT simulations from 100,
which corresponds to PS-b-PDMS with M_(PS)=44 kg/mol
and M_(PDMS)=14 kg/mol), ¥ N=-32 (minor block PDMS
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attractive walls), Lx (longitudinal length along the cylin-
ders)=24 Rg, Lz (total depth, polymer filling level)=8 Rg

and trench depth=3 Rg (where Rg=6.6 nm). The Rg and

energy units are converted from the original yIN=100. We
calculated structures and defect formation energies for the
block copolymer 1n trenches designed to hold four cylinders.

The trench width was fixed to 20 Rg at which the blend with
4 vol % of PDMS-BB maximizes the defect formation

energy. Various vol % of both PS and PDMS bottlebrushes

were added, and the defect formation energies are summa-
rized 1 Table 2. PDMS-BB was more effective than the

PS-BB at increasing the defect formation energy, although

both additives did increase the energy over the baseline with
no added BB until 6 vol % of PS-BB was added. Blends of

linear diblock and only PDMS-BB gave the largest increases
in defect formation energy but adding PS-BB reduced the
decrease of defect formation energy as more PDMS-BB
were added. At a constant loading of PDMS-BB, increasing
the volume of PS-BB caused the defect formation energy to
decrease. It was observed that 3 vol % of PS-BB can
maintain the defect formation energies of blends of linear
PS-b-PDMS diblock and both PS-BB and PDMS-BB to
values greater than the defect formation energy of pure
linear diblock, >48 kT, over the entire range of 1 to 9 vol %
PDMS-BB. These data show that blends of linear PS-b-
PDMS diblock and both PS-BB and PDMS-BB at certain
compositions have higher defect formation energies than
pure linear diblock PS-b-PDMS. Table 2 shows defect
formation energy for a linear PS-b-PDMS diblock copoly-
mer blended with various amounts of PS-BB and PDMS-BB
in a trench with PDMS-block-attractive walls.

TABLE 2
PS-BB (vol %)
0 1 2 3 4 S 6 7 8 9
PDMS-BB 0 48 49 47 43 23 23 22 22 22 21
(vol %) 1 63 59 52 50 50 50 50 46 45 44
2 64 61 59 >4 55 352 50 45 44 43
3 57 59 55 535 52 50 48 44 42 42
4 53 59 55 52 51 49 46 43 42 41
5 48 59 54 52 49 47 45 42 40 39
6 45 58 53 52 48 46 43 41 38 36
7 42 38 34 49 46 44 42 41 38 35
8 39 57 51 48 45 43 43 42 42 40
9 38 57 53 33 47 48 46 46 44 44
Example 8

This example describes the synthesis of a polystyrene-
block-polymethyl-methacrylate block copolymer. Using
standard Schlenk line methods, dry THF (421 mL) was
transferred into a dry, argon purged 1 L 3-neck round
bottomed tlask and cooled to -78° C. using a dry 1ce/acetone
mixture. A 0.36M sec-butyllithium solution (2 mL, 0.72
mmol) was added until a pale yellow color persisted. The
flask was then warmed to room temperature and held at 30°
C. until the color completely disappeared (approximately
10-15 minutes). The THF solution was cooled back to —78°
C. and styrene (235.11 g, 0.24 mol) was transierred to the
reaction flask via cannula. A 0.34M sec-Butyllithium initia-
tor solution (0.81 mL, 0.44 mmol) was rapidly added to the
reaction flask via syringe, causing a 17° C. exotherm within
1 minute. The reaction mixture cooled back down to —78° C.
over the next 10 minutes. The reaction was stirred for a total
of 25 minutes and then a small portion of reaction solution
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was transferred via cannula into a small round bottomed
flask containing anhydrous MeOH for GPC analysis of the

PS block. Next, a diphenylethylene (0.10 g, 0.55 mmol)

solution (diluted 1n 2.1 mL cyclohexane) was transierred to
the THE/polystyrene solution via cannula, causing the reac-
tion mixture to turn from dark yellow to a dark ruby red. The
solution was stirred for 10 minutes at approximately —77° C.
(measured by internal temperature probe). Next, a methyl

methacrylate (10.57 g, 0.11 mol) solution (diluted with 11.0
mL cyclohexane) was transferred into the tlask via cannula,
which caused the color to completely disappear. Following,
the MMA addition, the solution warmed to approximately
—-68° C. within 2 minutes and then cooled back to -77° C.
The reaction was stirred for a total of 130 minutes, after
which 1t was quenched by the addition of anhydrous MeOH.
The block copolymer solution was precipitated into 1.4 L of
methanol and collected by vacuum filtration. The filter cake
was then dissolved 1n 150 mL of CH,Cl, and washed twice
with 100 mL of DI water. The block copolymer solution was
precipitated mmto 1 L of methanol, collected by vacuum
filtration and dried in a vacuum oven at 60° C. overnight.
Analysis of the composition was completed by "H NMR
spectroscopy and the final molecular weight was determined

by GPC using a light scattering detector. Composition: 73.2
wt % PS, 26.8 wt % PMMA; Mn=66.9 k g/mol, PDI=1.07.

Example 9

T\
OH

O

This example describes the synthesis of N-(hydroxy-
cthyl)-cis-5-norbornene-endo(exo)-2,3-dicarboximide. A
round bottom flask was flame-dried and charged with cis-
S-norbornene-endo(exo)-2,3-dicarboxylic anhydride (2.07
g. 1 eq.) and 2-aminoethanol (800 ul., 1.05 eq.). Toluene (20
ml) and triethylamine (200 ulL, 0.11 eq.) were added to the
flask, and the mixture was refluxed overnight using Dean-
Stark trap. The mixture was then cooled down to room
temperature, concentrated using rotary evaporator, redis-
solved 1n 40 mL dichloromethane and washed with brine and

0.1 M HCI. The organic layer was dried by adding MgSO4
and concentrated to give the product as a white solid.

Example 10

3:[«(1> o

This example describes the synthesis of the mitiator for
atom-transfer radical polymerization (ATRP), 2-(1,3-dioxo-
3a,4,7,7a-tetrahydro-1H-4,7-methanoisoindol-2(3H)-yl)
cthyl 2-bromo-2-methyl-propanoate, shown above. N-(hy-
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droxyethyl)-cis-5-norbornene-endo(exo)-2,3-dicarboximide
(414.5 mg, 1 eq.) was added 1nto a flame-dried, 2 neck round
bottom flask, dissolved in anhydrous dichloromethane (5
ml.) and added with triethylamine dropwise (1.2 eq.). The
mixture was cooled 1 i1ce bath and o-bromo 1sobutyryl
bromide (1.2 equiv) was added dropwise. After stirring for
20 hour the mixture was washed with brine and 0.1 M HCI,
concentrated, and purified by column chromatography to
obtain the ATRP iitiator as a white solid.

Example 11

O

\ i\%_\_> < .

O
q .
‘ N
O
O
O _B:
T\
O
O O
O

This example describes the synthesis of the bottlebrush
polymers with PMMA arms and polynorbornene backbone,
poly(norbornene-g-polymethylmethacrylate). Dioxo-3a,4,7,
7a-tetrahydro-1H-4,7-methanoisoindol-2(3H)-yl)ethyl
2-bromo-2-methyl-propanoate was used as initiator to
polymerize methyl methacrylate (MMA) according to the
standard preparation of polymer using ATRP with slight
modification of the procedure described 1n Grimaud et al in
Macromolecules 1997, 30, 2216-2218 using the following
ratios of monomer, mitiator, Cu(l)Br, and N,N,N'.N'.N"-
pentamethyldiethylenetriamine (PMDETA) as ligand
(IMMA]:[1ntiator]:[Cu(I)]:[PMDETA]=100:1:0.5:0.5, 90°
C.). After the reaction, copper was removed by passing the
polymer solution through a basic alumina column, and the
polymer was precipitated in cold methanol to obtain the
norbornene PMMA macromonomer (PMMA-MM).

Ring-openming metathesis polymerization (ROMP) was
then conducted on the PMMA macromonomer (PMMA-
MM) (ca. 100 mg) by dissolving 1t 1n a minimum amount of
degassed, anhydrous solvent (|[PMMA-MM]=60-100 mM)

and injecting an appropriate amount of Grubbs 2”¢ genera-
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tion catalyst (1,3-Bis(2.4,6-trimethylphenyl)-2-imidazolidi-
nylidene)  dichloro(phenylmethylene)(tricyclohexylphos-
phine)ruthenium (40-55 mM, 1n anhydrous, deoxygenated

solvent). The mixture was let stirred for overnight, precipi-
tated 1n cold MeOH, filtered and dried for further analysis.

Three different PMMA bottlebrush polymer were made

according to this techmique, and their characteristics are
collected 1n Table 3.

TABLE 3

Characterization of PMMA-BB polymers.

Sample Mn (kg/mol) Mw/Mn

PMMA-BB-1 935 1.24

PMMA-BB-2 140 1.22

PMMA-BB-3 403, 190 1.23, 1.24
(bimodal)

Comparative Example C

This example describes the formulation of a PS-b-PMMA
linear block copolymer in solvent. A solution of PS-b-
PMMA was prepared by dissolving the polymer (0.050 g) 1n
toluene (4.95 g) to give a 1.0 wt % solution (polymer to total
mass). The solution was filtered through a 0.2 um Teflon

filter.

Example 12

This example describes the formulation of a PS-b-PMMA

linear block copolymer and a bottlebrush with PMMA arms
and polynorbornene backbone (PMMA-BB-1) 1n solvent 1n
various ratios. PS-b-PMMA and PMMA-BB-1 at various
ratios were dissolved 1n toluene to give 1.0 wt % solutions
(polymer to total mass). The solutions were filtered through
0.2 um Teflon filters. Table 4 shows formulation details.

TABLE 4
Polymer
Polymer Block Bottle Brush Conc.

Example Comp. Copolymer Polymer Solvent  (wt %)

Comp C. PC -1 PS-b-PMMA NA Toluene 1.0
(0.050 g) (4.950 g)

12a PC-2 PS-b-PMMA PMMA-BB-1 Toluene 1.0
(0.048 g) (0.003 g) (4.950 g)

12b PC-3 PS-b-PMMA PMMA-BB-1 Toluene 1.0
(0.045 g) (0.005 g) (4.950 g)

12¢ PC-4 PS-b-PMMA PMMA-BB-1 Toluene 1.0
(0.040 g) (0.010 g) (4.950 g)

12d PC-5 PS-b-PMMA PMMA-BB-1 Toluene 1.0
(0.048 g) (0.003 g) (4.950 g)

12b PC-6 PS-b-PMMA PMMA-BB-1 Toluene 1.0
(0.045 g) (0.005 g) (4.950 g)

12e PC-7 PS-b-PMMA PMMA-BB-1 Toluene 1.0
(0.040 g) (0.010 g) (4.95 g)

121 PC-8 PS-b-PMMA PMMA-BB-1 Toluene 1.0
(0.048 g) (0.003 g) (4.950 g)

12¢ PC-9 PS-b-PMMA PMMA-BB-1 Toluene 1.0
(0.045 g) (0.005 g) (4.950 g)

12h PC-10 PS-b-PMMA PMMA-BB-1 Toluene 1.0
(0.040 g) (0.010 g) (4.950 g)

Comparative Example A

This example demonstrates behavior of a PS-b-PMMA
linear block copolymer disposed as a thin film on a silicon
substrate and annealed. A hydroxyl-terminated poly(styrene-
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r-methylmethacrylate) bush (prepared according to the
method described by Han et al. in Macromolecules, Vol. 41,

No. 23, 2008, p. 9090-9097, with 75 mol % styrene, Mn=10
kg/mol, and Mw/Mn=1.2), was dissolved 1n toluene to a give

1 wt % solution and filtered through a 0.2 um Tetflon filter.
The surface of a silicon substrate having a native oxide layer
was then modified by spin coating thereon this brush solu-
tion at 1,500 rpm for 30 sec. The substrate was then placed
on a hotplate set at 120° C. for 2 minutes and then 220° C.
for 60 minutes to anneal the deposited brush layer. The
substrate was then rinsed with PGMEA to wash away any
unattached polymer by first soaking the substrate in PGMEA
for 30 s and then spin drying at 3,000 rpm for 1 minute. The
substrate was then baked on a hotplate set at 130° C. for 60
seconds. Thin films were prepared of the PS-b-PMMA
formulation described in Comparative Example C by spin
coating the solution on the P(S-r-MMA )-OH brushed silicon
waler. The formulation was spin-coated at 2000 rpm onto a
brushed substrate, baked on a hot plate at 130° C. for 1
minute, and annealed at 240° C. for 5 minutes under
nitrogen. Alter thermal annealing, the films were subjected
to reactive 1on etching using a PlasmaTherm 7901 RIE, a 8
second CHF, reactive 1on etch followed by a 15 second
oxygen reactive 1on etch to remove the PMMA. The samples
were then imaged by scanning electron microscopy (Hitachi

CG4000) at 40,000x and 400,000x magmfication to char-
acterize the morphology.

Example 13

—

T'his example demonstrates behavior of blends of a PS-b-
PMMA linear block copolymer with a bottlebrush with
PMMA arms and polynorbornene backbone (PMMA-BB)
disposed as a thin film on a silicon substrate and annealed.
A hydroxyl-terminated poly(styrene-r-methylmethacrylate)

bush (prepared according to the method described by Han et
al. 1n Macromolecules, Vol. 41, No. 23, 2008, p. 9090-9097,

with 75 mol % styrene, Mn=10 kg/mol, and Mw/Mn=1.2),
was dissolved 1n toluene to a give a 1 wt % solution and
filtered through a 0.2 um Teflon filter. The surface of a
silicon substrate having a native oxide layer was then
modified by spin coating thereon this brush solution at 1,500
rpm for 30 sec. The substrate was then placed on a hotplate
set at 120° C. for 2 minutes and then 220° C. for 60 minutes
to anneal the deposited brush layer. The substrate was then
rinsed with PGMEA to wash away any unattached polymer
by first soaking the substrate in PGMEA for 30 s and then
spin drying at 3,000 rpm for 1 minute. The substrate was
then baked on a hotplate set at 130° C. for 60 seconds. The
substrate was diced into small pieces for further experi-
ments. Thin films were then prepared of the PS-b-PMMA
formulations described 1n Example 12 by spin coating the
solution on the P(S-r-MMA )-OH brushed silicon water. The
formulation was spin-coated at 2000 rpm onto a brushed
substrate, baked on a hot plate at 130° C. for 1 minute, and
annealed at 240° C. for 5 minutes under nitrogen. After
thermal annealing, the films were subjected to reactive 1on
ctching using a PlasmaTherm 7901 RIE, a 8 second CHF,
reactive 1on etch followed by a 15 second oxygen reactive
ion etch to remove the PMMA. The samples were then
imaged by scanning electron microscopy (Hitachi CG4000)
at 40,000x and 400,000x magnification to characterize the
morphology.

Example 14

This example describes synthesis of hydroxyl-terminated
polystyrene brushes. Hydroxyl-terminated polystyrene
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brushes (PS-OH-1 and PS-OH-2) were prepared according,
to the following procedure, where the monomer to 1nitiator
ratio was adjusted to vary the molecular weight. Styrene and
2-hydroxyethyl 2-bromo-2-methylpropanoate (initiator)
were dissolved 1n anisole 1n a 500 mL round bottom flask.
CuBr (0.1 equvalent relative to mitiator) and tris[2-(dim-
cthylamino) ethyl] amine (0.1 equivalent relative to 1nitia-
tor) were dissolved mn 5 mlL anisole i a sample wvial.
Sn(EH), (0.1 equivalent relative to imtiator) was dissolved
in 5 mL anisole 1n a sample vial. The three solutions were
purged with nitrogen for 1 hour and then combined 1n the
500 ml flask. The mixture was then heated for 20 h, and the

polymer was then precipitated into methanol. The precipi-

tate was then dissolved in THF and treated with an 1on
exchange resin to remove the Cu catalyst. The reaction
mixture was then re-precipitated into methanol. The result-
ing white powder was filtered and dnied overnight at 50° C.
Two matenials were synthesized, PS-OH-1 with Mn=8.8
kg/mol, and Mw/Mn=1.23, and PS-OH-2 with Mn=37.3
kg/mol, and Mw/Mn=1.23.

Example 15

This example describes synthesis of linear polystyrene-
block-polydimethyl-siloxane (PS-b-PDMS) block copoly-
mers. Three linear PS-b-PDMS block copolymers were

prepared according to the procedure outlined by Hustad et
al. in U.S. Pat. No. 8,821,738. Details of the polymer

characterization are given in Table 5.

TABLE 5
Sample Mn (kg/mol) Mw/Mn PDMS (wt %) PDMS (vol %)
PS-b-PDMS-26 39.6 1.09 24.7 26.2
PS-b-PDMS-29 40.3 1.07 27.4 29.0
PS-b-PDMS-31 39.6 1.08 29.2 30.9
Example 16
O
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This example describes the synthesis of a bottlebrush
polymer with polydimethylsiloxane (PDMS) arms and
polynorbormene backbone, poly(norbornene-g-polydimeth-
ylsiloxane) (PDMS-BB). 2-(Prop-2-yn-1-yl)-3a.,4,7,7a-tet-
rahydro-1H-4,7-methanoisoindole-1,3(2H)-dione was syn-
thesized according to the procedure described 1n
Macromolecules 2010, 43, 5611-5617. Azide terminated
PDMS was synthesized according to literature (J Polym Sci
Pol Chem 2014, 52, 3372-3382). A flame-dried 20 mL vial
was charged with a stirrer bar, 2-(Prop-2-yn-1-yl)-3a,4,7,7a-
tetrahydro-1H-4,7-methanoisoindole-1,3(2H)-dione (3.2
mg) and the azide terminated PDMS (0.174 g, 1 eq.).
Degassed, anhydrous tetrahydrofuran (THF) (2 mL) was
added into the flask, and 0.3 mL of a Cu stock solution
(prepared from 1 mg Cu(l)Br and 5 ul. PMDETA 1n 1 mL
anhydrous THF). The reaction mixture was stirred and
heated at 50° C. overnight. Cu was removed from the
macromonomer solution by passing through basic alumina,
and the polymer solution was then concentrated and pre-
cipitated 1n cold MeOH. Ring-opening metathesis polymer-
ization (ROMP) was then conducted on the PDMS mac-
romonomer (PDMS-MM) (ca. 100 mg) by dissolving it 1n a
minimum amount of degassed, anhydrous solvent ([PDMS-
MM]=60-100 mM) and 1njecting an appropriate amount of
Grubbs 3" generation catalyst, (1,3-Bis(2.,4,6-trimethylphe-
nyl)-2-imidazolidinylidene)dichloro(phenyl-methylene)
(dipyridine)ruthenium (55 mM, [PDMS-MM]/
[catalyst]=30, in anhydrous, deoxygenated solvent). The
mixture was let stirred for overnight, precipitated in cold
MeOH, filtered and dried for further analysis. GPC of the

1solated polymer showed a multimodal trace that was decon-
voluted into the following components: Peak 1, Mn=230
kg/mol, Mw/Mn=1.51; Peak 2: 78 kg/mol, Mw/Mn=1.46;
Peak 3: 9 kg/mol, Mw/Mn=1.5 (corresponding to the
PDMS-MM).

Comparative Example E

This example describes the formulation of a PS-b-PDMS
linear block copolymers in solvent. Solutions of PS-b-
PDMS-26, PS-b-PDMS-29, and PS-b-PDMS-31 were pre-
pared by dissolving the polymers 1 50/50 volume percent
mixtures of propylene glycol monomethyl ether acetate
(PGMEA) and n-butylacetate (NBA) at 1.2 wt % polymer to
total mass. The solutions were filtered through a 0.2 um

PTFE filters.

Example 17

This example describes the formulation of PS-b-PDMS-
26 with the bottlebrush with PDMS arms and polynor-
bornene backbone (PDMS-BB) in solvent. A solution of
PDMS-BB was prepared by dissolving the polymer 1n a
50/50 volume percent mixture of propylene glycol monom-
cthyl ether acetate (PGMEA) and n-butylacetate (NBA) at
1.2 wt % polymer to total mass. This solution was blended
in different ratios with the solution of PS-b-PDMS-26 to
give formulations with different ratios of PDMS-BB to
PS-b-PDMS. The solutions were filtered through 0.2 um
PTFE filters. The different formulations are listed 1in Table 6.

TABLE 6
Minority
PS-b-PDMS PDMS-BB composition

Sample (vol %) (vol %) (vol %0)
Comparative 100 0 26.2
Example E
Example 17a 97.5 2.5 28.0
Example 17b 95 5.0 29.9
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TABLE 6-continued

Minority
PS-b-PDMS PDMS-BB composition
Sample (vol %o) (vol %) (vol %)
Example 17¢ 92.5 7.5 31.7
Example 17d 90 10 33.6
Example 17¢e 80 20 41.0
Example 171 70 30 48.3

Example 18

This example describes preparation of silicon water sub-
strates to be coated with thin films of the formulations. The
hydroxyl-terminated polystyrene bushes, PS-OH-1 and PS-
OH-2, prepared according to Example 14 were individually
dissolved 1n propylene glycol monomethyl ether acetate
(PGMEA) to give 1.5 wt % solutions. The solutions were
then blended 1n a 50/50 volume ratio to give a final brush
formulation, which was filtered through a 0.2 um Teflon
filter. The surface of a silicon substrate having a native oxide
layer was then modified by spin coating thereon this brush
solution at 1,500 rpm for 30 seconds. The substrate was then
placed on a hotplate set at 250° C. for 2 minutes to anneal
the deposited brush layer. The substrate was then rinsed with
PGMEA to wash away any unattached polymer by first
soaking the substrate in PGMEA for 30 s and then spin
drying at 3,000 rpm for 1 minute. The substrate was then
baked on a hotplate set at 130° C. for 60 seconds.

Comparative Example F

This example describes thin film formation of linear
PS-b-PDMS on the PS-OH brushed substrate. Thin films
were prepared of the PS-b-PDMS formulations described in
Comparative Example E by spin coating the solutions on
PS-brushed silicon watfers prepared in Example 18. The
formulations were spin-coated at 1,200 rpm onto a brushed
substrate, baked on a hot plate at 130° C. for 1 minute, and
annealed at 340° C. for 2 minutes under nitrogen. After
thermal annealing, the films were subjected to two reactive
ion etching steps using a PlasmaTherm 7901 RIE, a 4 second
CF, reactive 1on etch (30 standard cubic centimeters (sccm),
100 watts) followed by a 8 second oxygen reactive 1on etch
(25 sccm, 180 watts) to remove the PS and oxidize the
PDMS block. The samples were then imaged by scanning
clectron microscopy (Hitach1 CG4000) at 40,000x and 400,
000x magnification to characterize the morphology. The
morphology for comparative examples D, E and F 1s shown
in a photomicrograph 1n FIG. 11. The formulation with 26
vol % reveals the expected “fingerprint” structure from the
oxidized PDMS cylinders. However, as the PDMS volume
percent increase, the desired the fingerprint pattern largely
disappears. These formulations at higher PDMS loadings are
therefore not useful for forming nanoscale line patterns.

Example 19

This example describes thin film formation of blends of
linear PS-b-PDMS with PDMS bottlebrush polymers

(PDMS-BB) on PS-OH brushed substrates. Thin films were
prepared of the formulations described in Example 17 by
spin coating the solutions on the PS-brushed silicon waters
prepared in Example 18. The formulations were indepen-
dently spin-coated at 1,200 rpm onto brushed substrates,
baked on a hot plate at 130° C. for 1 minute, and annealed
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at 340° C. for 2 minutes under nitrogen. After thermal
annealing, the films were subjected to two reactive 1on
ctching steps using a PlasmaTherm 7901 RIE, a 4 second
CF, reactive 10n etch (50 standard cubic centimeters (sccm),
100 watts) followed by a 8 second oxygen reactive 1on etch
(25 sccm, 180 watts) to remove the PS and oxidize the
PDMS block. The samples were then imaged by scanning
clectron microscopy (Hitach1 CG4000) at 40,000x and 400,
000x magnification to characterize the morphology. The
morphologies are shown in the photomicrographs of FIG.
12. Unlike the thin films 1 Comparative Example F, the
micrographs all reveal “fingerprint” structures from the
oxidized PDMS cylinders, even 1n formulations with very
high PDMS volume percentages.

What 1s claimed 1s:

1. A pattern forming method comprising;:

disposing upon a substrate a composition comprising:

a block copolymer; where the block copolymer com-
prises a first polymer and a second polymer; where
the first polymer and the second polymer of the block
copolymer are different from each other and the
block copolymer forms a phase separated structure;

an additive polymer; where the additive polymer com-
prises a bottlebrush polymer; where the bottlebrush
polymer comprises a polymeric chain backbone and
a grafted polymer that are bonded to each other; and
where the bottlebrush polymer comprises a polymer
that has a higher surface energy than the block
copolymer; and

a solvent; and

annealing the composition to facilitate domain separation

between the first polymer and the second polymer of

the block copolymer to form a morphology of periodic
domains formed from the first polymer and the second
polymer.

2. The method of claim 1, further comprising removing at
least one domain of the block copolymer.

3. The method of claim 1, where the bottlebrush polymer
comprises a polystyrene, a polysiloxane, a polymethylmeth-
acrylate, a polyacrylate, a polyvinylacetate, a polydiene, a
polyether a polyester, a polysiloxane, a polyorganogermane,
or a combination comprising at least one of the foregoing
polymers.

4. The method of claim 1, where the bottlebrush polymer
1s a copolymer; where the copolymer 1s poly(styrene-g-vinyl
pyridine), poly(vinyl pyridine-g-styrene), poly(styrene-g-
butadiene), poly(butadiene-g-styrene), poly(styrene-g-1so-
prene), poly(isoprene-g-styrene), poly(styrene-g-methyl
methacrylate), poly(methyl methacrylate-g-styrene), poly(t-
butylstyrene-g-methyl methacrylate), poly(methyl meth-
acrylate-g-t-butylstyrene), poly(styrene-g-alkenyl aromat-
ics), poly(alkenyl aromatics-g-styrene), poly(isoprene-g-
cthylene oxide), poly(ethylene oxide-g-1soprene), poly
(styrene-g-(ethylene-propylene)), poly(ethylene-
propylene)-g-styrene), poly(ethylene oxide-g-caprolactone),
poly(caprolactone-g-ethylene oxide), poly(ethylene oxide-
g-caprolactone), poly(butadiene-g-ethylene oxide), poly
(ethylene oxide-g-butadiene), poly(styrene-g-t-butyl (meth)
acrylate), poly((t-butyl (meth)acrylate)-g-styrene), poly(t-
butyl methacrylate-g-methyl methacrylate), poly(ethylene
oxide-g-propylene oxide), poly(propylene oxide-g-ethylene
oxide), poly(styrene-g-tetrahydrofuran), poly(tetrahydro-
furan-g-styrene), poly(styrene-g-1soprene-g-cthylene
oxide), poly(styrene-g-dimethylsiloxane), poly(dimethylsi-
loxane-g-styrene), poly(t-butylstyrene-g-dimethylsiloxane),
poly(dimethylsiloxane-g-t-butylstyrene),  poly(styrene-g-
trimethylsilylmethyl methacrylate), poly(trimethylsilylm-
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cthyl methacrylate-g-styrene), poly(methyl methacrylate-g-
dimethylsiloxane), poly(dimethylsiloxane-g-methyl
methacrylate), poly(methyl methacrylate-g-trimethylsilylm-
cthyl methacrylate), poly(trimethylsilylmethyl methacry-
late-g-methyl methacrylate), poly(norbormene-g-polysty-
rene), poly(norbornene-g-polymethylmethacrylate), poly
(norbornene-g-poly(styrene-r-methylmethacrylate)), poly
(norbornene-g-polystyrene-g-polymethylmethacrylate),
poly(norbornene-2,3-dicarboximide-g-polymethylmeth-
acrylate), poly(norbornene-2,3-dicarboximide-g-polysty-
rene), poly(norbornene-g-poly(styrene-r-methylmethacry-
late)), poly(norbormene-g-polydimethylsiloxane), poly
(norbornene-2,3-dicarboximide-g-polydimethylsiloxane),
poly(norbornene-g-polydimethylsiloxane), poly(nor-
bornene-g-poly(4-vinylphenol)), poly(norbornene-g-poly
(lactic acid)), or a combination thereof.

5. The method of claim 1, where the additive polymer 1s
a poly(norbornene-g-polydimethylsiloxane), poly(nor-
bornene-g-poly(4-vinylphenol)), and poly(norbornene-g-
poly(lactic acid)), or a combination comprising at least one
of the foregoing polymers.

6. The method of claim 1, where the first polymer or the
second polymer of the block copolymer comprises a poly-
mer derived from monomers of a vinyl aromatic monomer,
an ethylenically unsaturated monomer, 1-butene, 1,3-buta-
diene, 1soprene, vinyl acetate, dihydropyran, norbornene,
maleic anhydride, siloxane, or a combination comprising at
least one of the foregoing monomers.

7. The method of claam 6, where the vinyl aromatic
monomer 1s styrene, o-methylstyrene, p-methylstyrene,
m-methylstyrene, a-methylstyrene, o-ethylstyrene, m-ethyl-
styrene, p-cthylstyrene, o-methyl-p-methylstyrene, 2,4-di-
methylstyrene, monochloro styrene, p-tert-butylstyrene,
4-tert-butylstyrene, hydroxy styrene, acetoxy styrene, or a
combination comprising at least one of the foregoing vinyl
aromatic monomers.

8. The method of claim 6, where the ethylenically unsatu-
rated monomer 1s represented by formula (2):

(2)

H R,
C=C
H =0
O
H
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where R, 1s a hydrogen or an alkyl group having 1 to 10
carbon atoms, by the formula (3):

(3)

H R,
C=C
H C=0
0
t

where R, 1s a hydrogen or an alkyl group having 1 to 10
carbon atoms and R, 1sa C,_,, alkyl, a C,_,, cycloalkyl,
or a C,_,, aralkyl group or by the formula (4):

(4)

H Ry
C—=—=C
H (=0
O
!

where R, 1s a hydrogen or an alkyl group having 1 to 10

carbon atoms and R, 1s a C,_,, tluoroalkyl group.

9. The method of claim 1, where the block copolymer 1s
a poly(styrene)-block(b)-poly(alkylsiloxane), a poly(alkyl-
styrene)-b-poly(alkylsiloxane), or a combination thereof.

10. The method of claim 1, where the composition when
annealed to temperatures of 200 to 450° C. forms horizontal
cylinders.

11. The method of claim 1, where the bottlebrush polymer
comprises a third polymer; where the third polymer 1is
chemically 1dentical with or substantially chemically similar
to erther the first polymer or the second polymer of the block
copolymer; or where the bottlebrush polymer 1s a copolymer
that comprises a third polymer and a fourth polymer; where
the third polymer and the fourth polymer of the bottlebrush
copolymer are different from each other; where the first
polymer of the block copolymer 1s chemically 1dentical with
or substantially chemically similar to the third polymer of
the bottlebrush copolymer or where the second polymer of
the block copolymer 1s chemically i1dentical with or sub-
stantially chemically similar to the fourth polymer of the

bottlebrush copolymer.
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